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MAGNESIUM SYMPOSIUM 

Ijid issue of soil scisncs is devoted to a series of papers oa magnesium, most 
of Aich were presented before the Division of Fertilizer Chemistry of the 
Ansican Chemical Society at its annual fall meeting held at the Stevens Hotel 
in Chicago, Illinois, on Tuesday, September 10, 1946. The meeting was at- 
tended by some 150 chemists who were interested in knowing more about the 
mi|)esium needs of plants and the means by which an adequate supply of 
th| element can be maintained in the soil. These papers give a fairly complete 
pidtaro of the current status of our knowledge about the soil-plant interrelation- 
bIiIds of magnesium. We are pleased to be able to present them for the benefit 
ofjhe readers of this Journal. 

Fibuak E. Bsab. 


MAGNESIUM IN PLANTS^ 

MIRYAM ZIMMERMAN 
New Jeraej/ Agricultural Experiment Station 

Magnesium is one of the elements essential to plant growth. Its specific 
functions within the plant and the mechanisms operating to fulfill these functions 
$ie not as yet fully established. This paper includes observations that have 
been recorded on this aspect of the problem as well as those bearing on the 
(Quantity of and need for Mg in plants and on Mg absorption by plants as affected 
by^ other ions. 

KOLB IN PLANT CONSTITtTBNTS ANI> PBOCBSSBS 

CfdorophyU 

^ Mg comprises 2.7 per cent of the chlorophyll molecule, of which it is an es- 
sential constituent (68). The characteiisric Mg-doficiency ai'taptom is an in- 
tervcnal chlorosis of the leaves of the plant that starts at their edges and gradually 
spreads in toward the center with increaring intensity of the deficiency. Ba- 
'binowitch (SCO observed tliat\Mg deficiency adversely affected the fonnation 
of dilorophyll and, indirectly, photosynthesis. Much more Mg was required 
to bring about a full rate of photosyniiosis than was necessary to prevent chlo- 
rosis. Mameli (41) found that the ash of green leaves contained a hi|^ per- 
'oentage of Mg than did the ash of chlorotic leaves of the sacoe plant. In studying 
the effect of Mg on tho development of chlorophyll in algae, com, sunfiower, 
and buckwheat, this author found that the amount of coloring matter extracted 
was in direct proportion to the Mg co|!Efcent of the culture solution. Javillier 
and associates (35) found that chlorophyll Mg represented only about 10 to 
30 mgm. per 100 gm. dry wright of leaves of 22 plants. The ratio of chlorophyll 

' Journal Series paper of the New Jersey Agricultural Experiment Station, Rutgers 
Univerrity, department of soUs. 



MIBYAM ZIMM£}KMAJN 


Mg to that of total leaf Mg ranged from 0.8 to 26 in the leaves of nine of these 
plants. They concluded that chlorophyll Mg represented only a very small 
fraction of total leaf Mg. 

Longnecker^ found a significant correlation between chlorophyll and Mg 
concentrations in the leaves of five strains of com. Aside from the Mg coa- 
tained in the chlorophyll, however, there was no close relationship between 
chlorophyll concentration and total Mg content of the leaves. With short- 
lived radioactive Mg as a tracer, Ruben and associates (64) made an unsuccess- 
ful attempt to detect the interconveraons of chlorophylls "a'* and *‘b’' during 
photosynthesis. Purified crude mixtures of the two chlorophylls took up radio- 
active Mg, but the separated components did not effect an exchange of their Mg 
with the radioactive Mg ion in an 80 per cent acetone solution* Using te 
figure of Willstatter and Stoll that the average content of chlorophyll in gren 
leaves was about 0.8 per cent of the total dry wei^t, Gamer and associates (J9) 
concluded: 

It is evident that in order to prevent breaking down of chlorophyll tho total Mg contut 
of the leaf must be several times the quantity present in the chlorophyll. 

Phosphate carrier 

By acting as a carrier of phosphates, Mg is believed to be closely related to 
phospholipid formation and to the synthesis of nucleoproteins in plant cells 
(36). In support of this theory is the evidence that Mg is abundant in young 
meristematic plant tissue, in the seed, and in the fruit. Tmog and associates 
(60) investigated the relationship of the supply of available Mg to tho P content 
of pea seed by means of field and nutrient culture tests in which tho supplies of 
available Mg and P were varied. Consistent increases in P content occurred 
with increasing supplies of available Mg, the P content of tho seeds being in- 
creased much more by the use of extra Mg than of extra P, They concluded 
that greater attention should be given to supplies of available Mg in soils in 
order that the P present in the soil might be used more effectively. Those 
authors suggested that failures to obtain crops of higher P content through the 
addition of phosphate fertilizers may have been due to a lack of available Mg. 

Bartholomew (3) also noted that plants took up increased amounts of P when 
additional Mg was supplied. Bemadini and associates (6) and MaoGillivray 
(39) discussed the redistribution of Mg within the plant structure in relation to 
the migration of P from one organ to another, particularly from tho seed piece 
to that portion of the growing plant in which it was to be used. Eckerson (22) 
found that as the inorganic P in tomato plants was used up the chloroplasts in 
the stem and lower leaves disintegrated. As the plant phosphatide were par- 
tially freed and broken down, the cflhroplasts in the upper leaves began to be 
affected. Only if additional P was added during the first stage of the procese 
was recovery of the plant possible. Carolus (14) pointed out that only 10 per 

* Longiiecker, T. 0. A study of the relation between chlorophyll and mineral contenta 
of com leaves and plant yields. 1941 . [Unpublished doctor’s thesis. Copy on file Rutgers 
Univ. library* New Brunswick, N. J.l 
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<ait of the Mg h the green part of the plant was found in the chlorophyll. The 
attainder assisted in initiating new growth. Scharrer and Sehrdber (65) re- 
prted thataltliogh a mixture of K 2 SO 4 and MgSO^ did not increase the protein 
Otttent of S'cdof summer rape over that of K! 2 S 04 alone, the fat content of seed 
eoreasedaa inareasing amounts of Mg were supplied. With dodder seed, how- 
7er, increasing amoimts of K alone caused a greater decrease in percentage fat 
(intent than tlat produced by the addition of K and Mg. 


The fact that Mg is concentrated in the seed and fruit of plants follows as a 
iorollary to its phosphate-carrying role, and the relation of the phosphates to 
^ and protoin formation. Loew (36) foimd an unusually high percentage of 
Mg in oily aa compared to starchy seeiis, the ratio being about 6 : 2 . Willstatter 
(67) noted that the Mg content of cereal seeds always exceeded the content of Ca 
snd thatlio Mg content of the seed commonly exceeded that of its cover. The 
nutritive tinsuos of the seed frequently contained more Mg than did the green 
assimilating parts of the plant. During ripening of the seed, a progressive in- 
crease in Mg and P content occurred with a simultaneous decrease in total ash. 

Reed and Haas (52) found that the translocation of Mg from old leaves to those 
newly developing was not so pronounced as tiiat to the fruit. Fudge (26, 27, 
28) demonstrated the effect of fruit production in developing Mg-deficiency 
symptoms on citrus leaves. lie established that Mg deffcicncy was associated 
with seedincss (25). In the summer Mg was translocated from the leaves to 
nearby fruit until by fall it was so low that chlorosis developed and the leaves 
finally dropped from the trees. 

Carhohydraio ‘prod'uctim and transport 

Raumer (51) was the first to suggest that Mg was involved in the transfer of 
the starch from loaves to stems. Subsequently a number of investigators con- 
cluded th&t a relation existed between Mg and the transfer of carbohydrates in 
plants. It is known tliat phosphates act as the coonzyme of zymase, and there 
ifl also some evidence that P is necessary for the transfonnation of starch to 
sugar. Whether Mg is related to carbohydrate production and transport by 
virtue of 1 h» phosphatc-canying role or through another mechanism is not clear. 

Ciohn and Rougy (17) founcl that sugar beets contained a much larger pro- 
portion of Mg than the food varieties. In the early stages of development the 
dhcmical octnposition was the same with both types, the differences being mani- 
fested as the sugar reserves accumulated. Vladimirov and associates (62) sug- 
gested that Mg increased the sugar content of beets but that the element played 
no part in the transfer of monosugars from the leaves to the roots. 

Gamer and associates (29) analyzed Mg-deficient tobacco leaves and found 
that they contained less carbohydrates than normal leaves. ShvyndenJkov 
(57) not^that the yield and sugar content of sugar beet roots in sand cultures 
were following the addition of the chlorides of Na and Mg than of their 
sulfates. The contents of Ca, Mg, and K were also hi^er following the addition 
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of chlorides than sulfates. Similarly the addition of MgCh incre^d the c<ai- 
tent of maJtose-like carbohydrates. Van Koot and Pattje (61), ifking with 
Mg-deficient tomatoes, found that low carbohydrate content w« associated 
with low Mg. 


Aging of plants 

Egorov (23) noted that the theory of aging of plants rested on thiBSumptioi 
that certain organs, probably the leaves, became depleted of orwC more { 
thdr essential constituents, especially Mg, as a result of their bei| stored h 
other organs, the seed in particular. Lutman and Walbridge (37) <Aorated <n 
this theory of “exhaustion of organs,” maintaining that the withdSfai of Mj 
from the older leaves resulted in the destruction of their chloropb^md led t 
yellowing, premature aging, and eventual death of the plant. llJB authon 
concluded, however, that 

Mg probably plays a secondary part in the senescence of plants. Its lackiV 6^ one oi 
the factors concerned therein, but probably many other complicated intemalllturbancM 
and rearrangements are responsible for all the phenomena associated with inal ageing 
in plants. 

y Accumulaiion of nitrogen in legumes 

Albrecht (1) showed that when no Mg was added to the nutrioimodium, 
fixation was insignificant imless extra Ca was available. As more Mgts added, 
fixation increased. He suggested that nodule bacteria were acclimatdto plants 
that were accustomed to a hi^ level of soil fertility in the form of (I^Mg, and 
other mineral nutrients. Mg also had an indirect effect in that itqioared to 
function in the release of Ca, which was absorbed by the plant withwlting in« 
crease in nitrogen fixation. Graham (31) showed, in addition, that llincroascd 
the fixation of nitrogen by soybean plants by stimulating bacterial itlity to a 
much greater degree than did equal quantities of Ca compounds. 

MisceUaneous 

A number of additional roles have been ascribed in whole or in pt to Mg. 
Lutman (38) observed that a lack of balance of Mg, os well as of N, F,Ct, and K, 
would be noted in the general habit of growth of a plant and in theiauture of 
the cells themselves. Any abnormality in the supplies of these dwnts in- 
fi.uenced tire susceptibility of cdlular tissues to infection by disease mimisms. 
Bledsoe and associates (7) found leaf spot of peanut to be associate! rith Mg 
defidienoy. In growing peanut plant roots in solutions from which J,!, Ca, S, 
and Mg were withdrawn angly, the Mg-deficient cultures were thmdy’ones 
that developed the disease to any appreciable extent. Whether or ndtb sever- 
ity of the leafspot disease could be reduced by higher levels of Mg iiiil to be 
determined. 

Vladimirov (63) made a comparison of the effects of K, Na, and IViipon the 
storage of caoutchouc, the economically valuable reduction prodwlin kok- 
saghyz roots. He found that Mg brou^t about a pronounced stiwilition of 
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the reduction, processes in the plant and markedly increased the accumulation of 
this constituent. It was suggested that the use of ammonium salts with K and 
Mg sulfates mi^t increase the content of other reduced products, such as the 
volatile oils in c&sential-oil plants and pyrethiin in the Dalmatian daisy. The 
greatly increased fat content of sunflower seeds with Mg additions was likewise 
connected with the stimulation of the reduction processes in the plant (42). 

QUANTinr OP AND NEED FOB MAGNESIUM IN PLANTS 

Mg is present in plants in at least three states: in combined form in the pro- 
toplasm, in a specific linkage in the chlorophyll molecule, and in a free or in- 
organic salt form in the cell sap. The quantity of Mg needed differs for 
the various plant species. Beeson (4) and Orr (47) included Mg in their ex- 
cellent general compendia on the mincial composition of crops. Beeson made 
special reference to the relation between the compoation of soils and that of 
the crops growing on them. He recorded the percentage content of Mg in the 
various organs of some 60 plant species, each grown on several soil t 3 rpes and 
harvested at various stages of maturity. Orr dealt mainly with pasture plants 
in relation to animal nutrition. He concluded that the amount of Mg present 
in pasture herbages was probably always more than sufficient to meet the re- 
quirements of the animals grazing upon them. 

Bender and Eisenmengcr (5) classified certain plants on the baas of thdr 
sensitivity to soil acidity and showed that they generally contained higher 
percentages of Mg when grown on basic than on acid soils. Legumes were found 
to contain the highest percentages of Mg, and small grains, the lowest. Col- 
lander (18), in a study of the selective absorption of cations by plants, found that 
the several species varied in thdr capacity for selective accumulation of Li, Mg, 
Ca, and Sr, the maximum absorption being three to five times greater than the 
minimum. Ho demonstrated that the Chenopodiaceae and the members of the 
Fagopyrum family wore always rich in Mg, whereas Pisum, Vicia, and Avena 
wore relatively poor in this element. 

After c‘xp<‘rimcntjil work involving a large varioly of plant species, Eisen- 
menger (24) found that families of seed plants in the lower stages of evolutionary 
development always had high Mg requirements. Among tlio highly developed 
plants, however, none sliowcd Mg-dcficicncy symptoms except com, potatoes, 
and some of the curoubita. Brown and IloUowell (12), in tlmir review of the 
literature on the chemical compodtion of some pasture and hay plants as affected 
by soils and fertilizers, found few reported instances of Mg cMdenoy. Daniel 
(20) analyzed composite samples of 162 mature grasses and legumes from typical 
areas of native pastmreland and of hay from virgin soils in 35 counties of Okla- 
homa. The average Mg content of 19 different species of grasses was 0.166 per 
cent, sor^um containing the highest percentage of Mg, and love grass (Fra- 
grosUa curlipedmUcia), the lowest. Six different species of mature legumes 
averaged 0.379 per cent Mg, peanut vines having the highest and velvet beans 
the lowest percentages. The legumes contained 2.43 times as much Mg as the 
grasses. In both the grasses and legumes, Mg was present in greater abundance 
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than P but in smaller quantities than Ca and N. In attempting to explain why 
legumes contained higher percentages of Mg than nonlegumes, Newton (41) ob- 
served that the roots of pea plants gave off more CO 2 than did those of l>iu*lcy 
plants. Because of the effect of this extra CO 2 on the solubility of soil Cti and 
Mg compounds, pea plants absorbed more of the alkaline earths than did barl(\y 
plants. 

Several experiments have been carried out to determine how and to what 
degree the nutrient needs of plants change during their life cycle. thu*ic*ke (30) 
found that when wheat seedlings, after 4 weeks’ exposure to complete nutrient* 
solutions, were transferred to media devoid of Mg they produced markedly more 
straw and grain than plants that grew to maturity in complete nutrient solutions 
thrice renewed. Exposure of cultures to complete solutions for more than 4 
weeks before transfer to media devoid of Mg was inhibitoiy to the maximum 
development of the plants. Thus in evaluating the nutrient requirement n of a 
plant both the rate of supply of salt elements and the plant’s physiological needs 
should be considered. 

Daniel (20) determined the Mg content of legumes at weekly intervals for 7 
weeks and concluded that the percentage in both roots and tops dccanased as 
the plant matured. Borst and Thatcher (8) found that as soybean ])lanls ma- 
tured the Ca, Mg, K, and P contents of the stems decreased, Tn the k‘avos, 
however, Mg remained fairly constant. Nelson and associates (43) dem- 
onstrated that the maturity of soybeans was retarded by additions of K or Mg. 
Hawkins (32) found that the Green Mountain potato plant absorbed approxi- 
mately 7 per cent of its total Mg during the first 60 days of gi'owth, an additional 
60 per cent during the next 30 days, and the remaining 33 per cent during the 
last 30 days. These percentages were somewhat lower than those of the major 
nutrients during the first and second time intervals. During the last ixu'iod, 
however, the rate of absorption of Mg was greater than that of the major nu- 
trients. In terms of proportion of the season’s growth completed, tiu'Kc tinus 
intervals corresponded to 3, 48, and 49 per cent, respectively. In anoiluu* 
experiment (33) the tomato plant was found to absorb 3 per cent of its total Mg 
during the first month of growth, 20 per cent during the second monUii, and 77 
per cent during the last month. Somewhat greater percentages of Ca au<l K 
than of Mg were absorbed during the second month. Carolus (15) conchidcd 
that rapidly growing crops, such as potatoes, cabbage, spinach, cucumbers, and 
com, had definite periods in their growth during which their Mg requirement was 
very high. If an abundance of the element was not available at that time, 
chlorosis occurred in the lower foliage. The potato plant, for example (Ifi), 
^ had its maximum nutrient requirement during the period between the fifUcth 
and the ei^tieth day after planting. 

Olson and Bledsoe (46) showed that the proportion of Mg absorbed by the 
cotton plant in relation to that of P was greater at the start of the growing period 
than at its conclusion. Stubblefield and DeTurk (69) demonstrated that tlio 
Mg in the com plant is concentrted mainly in the stalks, the Mg percentage in 
the stover being about three times that of the grain. In wheat and oats, the 
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allocation of Mg between grain and straw was approximately equal. The per- 
centages of Mg in the grain of the three species were about equal, variations in 
Mg al>sorbed as a result of differences in the soil’s supply of the element being 
more evident in the vegetative organs. Pudge (27) reported that citrus tree 
foliage contained 1.]^ times as much Mg as P, whereas the fruit contained only 
about three-fourths as much. Mg was thus required in quantities at least as 
great as those of P. lligg and associates (53) reported that in apple trees suffering 
from Mg deficiency the young leaves at the tip of the current season’s leader 
growth contained about twice as much Mg as the oldest leaves at the base of 
the leader. In Mg-sufficient trees the Mg content of the leaves was approxi- 
mately the same in all parts of the leader. In Mg-deficient trees the Mg content 
of the wood from leader growth was slightly lower than that of the leaves. In 
healthy trees the Mg content of leader wood was about half that of the leaves. 


TABLE 1 

Cl it teal percentages Mg below which Mg deficiencies were manifested 
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Huriter® found that alfalfa plants grown on soils with a constant level of j\Ig 
showed increased percentages of Mg with increasing Mg:K ratios. Further 
study of his data revealed that Mg uptake by the plant increased with increasing 
CazK ratios in the exchange complex. The data also showed that, with s\ic- 
cessive alfalfa harvests, plant absorption of Mg increased from 0.28 per cent in 
crop 1 to 0.42 per cent in crop 7. This increase coincided with dccn^awnl sup- 
plies of available K in the soil. In working with potatoes, tobacco, sugar boots, 
barley, and mangold plant tissue, Walsh and O’Donohoe (66) noted that whore 
Mg deficiency was apparent in plants an extremely high quantity of exchange- 
able K was present in the soil. According to Barnes (2), potatoes growing on 
an acid soil derived little benefit from a K application unless the supply of soil 
Mg was adequate. 

Wallace and associates (64) grew potatoes on plots on which a fertilizer ex- 
periment on black currants had been in progress from 1927 to 1941 and found 
that K-deficiency symptoms were prevalent on the leaves where K had not been 
applied, and Mg-deficiency symptoms, where it had. Mg-dcficicncy sym])toms 
were less evident where farmyard manure had been used. Southwi(‘k (58) 
presented evidence that K fertilization so raised the level of available K in some 
apple-orchard soils as to bring about an actual shortage of Mg, the deficiency 
manifestiog itself in the form of leaf-scorch. He questioned the advisability of 
using K for apple orchards until the Mg supply was built up. Boynton and 
Compton (10) pointed out that in orchards showing Mg-deficiency B3rmptoms 
leaf K tended to be abnormally high even though the amount of replaceable K 
in the soil was low and no K supplements were used. They suggested that since 
high leaf K was often a sign of Mg deficiency, analyses for both K and Mg were 
helpful in the diagnosis of Mg deficiency. 

Pierre and Bower (48) found that Ca had less effect than Mg in depressing K 
absorption, Shive (56) studied the growth of wheat plants at 36 Ca:Mg:K 
ratios each at osmotic concentrations of 0.1, 1.75, and 4.0 atmospheres. He 
concluded: 

For any given set of salt proportions, the total concentration of tho medium do term! nos 
the growth of plants. . . . The values of the cation ratios Mg: Ca, Mg:K, and Cii: K a]>poAr 
to determine the growth of plants in many cases, but this relation is not always clear for 
any single ratio; it generally requires two of these ratio values to detennino tho rdjysio- 
logical properties of the nutrient solutions with any given total concentration. 

In a study of the Mg status of 20 New Jersey soils, Prince, Zimmerman, and 
Bear (49) concluded: 

The most significant single factor influencing the Mg uptake of alfalfa plants is the 
quantity of K that is available for their use , As the K supply decreases with repeated 
harvests of a crop like alfalfa the Mg content of the plant increases, even when it is growing 
on a soil that is very deficient in Mg .... Lack of correlation between critical Oa:K 

• Hunter, A. S. Calcium-potassium interrelationships between the soil and tho alfalfa 
Majft 1*^2. [Unpublished doctor’s thesis. Copy on file Butgors Univ. Library, Now 
SruAiwick, N. J.l 
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ratios in the plant and plant yields may occur when sufficient Mg is available in the soil 
to servo as a partial substitute for K if the latter element is present in very low amounts 
.... If Mg constitutes less than 6 per cent of the exchange cations in a soil, crops growing 
on that soil are likely to respond markedly to applications of the element in soluble form 
.... It is doubtful whether 80 pounds available MgO per ton of fertilizer is adequate to 
meet the needs of crops where high-K fertilizers are applied to soils that are low in exchange 
Mg. 

Zimmerman^ studied the effect of variations in absolute and relative concen- 
trations of exchangeable C3a, Mg, and K in a soil on plant growth, and concluded: 

At higher levels of fertility, Ca can be harmful unless accompanied by adequate Mg. 
The Mg is needed not only for Ca balance but, more especially, to overcome high K con- 
centrations .... Increasing concentrations of soil Mg do not result in an increased Mg 
uptake by the plant if the absolute quantities of K present are sufficiently high ... . Al- 
though uptake of Ca and K is closely related to their total concentrations, plant absorption 
of Mg usually bears a straight line relationship to exchange Mg:K ratios in the soil .... 
At low fertility levels plant uptake of Mg is closely related to the available supplies of the 
clement. At higher fertility levels the cation ratios play a more dominant role. It is at 
these liigher levels that adequate supplies of Mg are especially important. 

Wilson (69) reportod that the relative intensity of removal of cations from 
soil by electrodialysis correlated with the strength of the ions, namely: K> Na> 
Ca >Mg. Cooper (19) showed that many plants selectively absorbed the 
relatively strong ions, the quantities of Mg in most plants being significantly 
lower than those of K or Ca. lie found that the standard electrode potentials, 
ionization potentials, and the solubility of Mg compounds were useful in inter- 
preting Mg uptake by plants. 

Relatively few reports have appeared on the influence of elements other than 
Ca and K on Mg absorption. Walsh and Claike (65) recorded that a low level 
of S nutrition i-etardcd development of Mg-deficiency chlorosis by enhancing 
Mg uptake. Obenshain (46) reported that as the supplies of N were increased 
for corn, the tissues contained more Mg. TToblyn (34) demonstrated that Mg- 
doficient trees under high-N fertiUzation showed less leaf-scorch than trees re- 
ceiving loss N or none at all Boynton and ( *ompton (9) found a positive cor- 
relation between loaf N and loaf Mg in trees differentially fertilized with N. 
Olson and Jileclsoo (46) noted a nearly constmit relationship of twice as much 
N as MgO throughout the vegetative and reproductive organs of cotton. 

From the foregoing review of literature on Mg relationships in plants, it is 
apparent tliat a great deal of fundamental work is yet to be done on this highly 
important topic. It is hoped that in pointing out the need, this review may be of 
value to future investigators in this field of research. 
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RELATIONSHIP OF SEED PLANT DEVELOPMENT TO THE NEED 

OF MAGNESIUM! 

WALTER S. EISENMENGER and KAROL J. KUCINSKI 
MaeBochMsetU State College 

The relation^p of seed plant development to magnesium needs can be well 
understood only if trials ore made of individual species, for not all species of a 
family behave alike. 

To study the behavior of plants to defiriencies of magnesium, a l-acre plot at 
the Massachusetts Station, known to be deficient in magnerium, was divided into 
four equal areas. To these, additions were made as follows: first area, neither 
calcium nor magnesium; second area, magnesium; third, magnesium and cal- 
cium; and fourth, calcium alone. The calcium was added in the form of ground 
nondolomitic limestone at the rate of 1000 pounds per acre. The magrtfiaimn was 
added as the sulfate at the rate of 150 pounds per acre. This treatment gave 
one area with a low pH and one with a hi^ pH, each deficient in magnesium. 
Potassium was added in the form of the chloride, and pho^horus as ammophos. 
Additional nitrogen was supplied from sodium nitrate. 

It was found from many studies that the families of seed plants in the lower 
stages of evolutionary development always show magnesium needs. Some of the 
intermediate families also show symptoms of magnesium deficiency. Among 
the extremely highly developed plants, none show the deficiency except a few 
isolated members that may have been greatly changed by man through do- 
mestication and hybridization. Among these is com. Potatoes and one or 
more species of cucurbita, yhich do not belong to the most hi^y developed 
group but which are, nevertheless, fairly well developed plants, may also be 
included. 

The concept of plant evolution has been received with xmiversal scientific 
accord, but the details regarding the place of seed plants in the scheme according 
to tlieir degree of development arc open to question by workers. The placement 
of plants in such a scheme varies with different workers, most of whean are plant 
anatomists. 

The idea of classifsning plants with respect to whether or not they are highly 
developed docs not scorn to be in question; in fact, much agreement prevails. 
It is the intermediate details that are the subject of controven^y. Thus, the 
ecological conditions winch permit or inhibit the growth of certain plants in 
particular localities arise from competition, temperature, moisture, and the 
presence or absence of elements needed by certain plants and not by others. 

The majority of weeds found in the eastern part of the United States and per- 
haps in other parts of the world are of a high order of development: for example, 
the Compositae, the Graminaceae, the Boraginaceae, and the Convolvulaceae. 

! Paper presented at the meeting of the American Chemical Society, Division of Fertilizer 
Chemistry, Chicago, Dlinois, September 10, 1946. Contribution No. 609 of the Massa- 
chusetts Agricultural Experiment Station. 
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Plants of these families are hardy individuals and are not easily affected by ab- 
normal conditions such as too much or too little of the salts used in commercial 
fertilizers. The authors believe that the grasses and members of the aster family 
often withstand ten times the osmotic concentrations that are tolerated by the 
mallows, geraniums, or clovers. In places where the sea has been blocked off 
and the land claimed for agriculture, or where too large quantities of toxic salts 
of copper, mercury, or boron have been used, grasses are among the first economic 
crops that may be planted. 

It was observed that on the magnesium-deficient plots at the Massachusetts 
Station, certain weeds were not bothersome. Thus, Portulaca oleracaea (com- 
mon purslane or “pussley”), Oxedis cornieulata (wood sorrel), Equueium (horse 
tails), and Stellaria media (duckweed), which are not considered to be highly 
developed, were not found growing where magnesium was not applied. On the 
other hand, grasses and wild members of the aster family had to be continually 
eradicated from such plots. 

Where man has had a part in making the roots, herbage, or seed more pro- 
ductive or the flowers more florid, he has brought about a change in the physio- 
logical needs of the plants. Wild plants the needs of which man has had no part 
in thus changing are always more reliable, therefore, than the domesticated 
plants for detecting deficiency s 3 nQiptoms. At the Massachusetts Station this 
year, for example, three types of com were planted on magnesium-deficient soil. 
One of these showed no chlorosis, another only to a sli^t degree, and a third — 
a hybrid sweet com — grew to a height of only about 2 feet and never acquired 
tassels or seed. Potatoes also seem to be entirely different from their ancestors. 
Though less well developed than com, they show marked magnesium deficiencies 
at times. 

It is worthy of note that in the presence of some diseases, plants on low- 
magnesium soils, regardless of the stage of evolutionary development, manifest 
disease symptoms before plants grown on soils to which magnesium has been 
applied. For example, asters which acquired yellows manifested the disease 
symptoms earlier on the low-magnesium area. This year and during one or more 
years in the past, the vines of potatoes affected with blight died on tlxo low-magne- 
sium plot before those on the plot to which magnesium had been applied. 
Sunflower plants seemed to suffer more from leaf rust when grown on magne- 
sium-deficient soil. It has also been observed that blight on cucumbers due to 
downy mildew was more severe on the low-magnesium area than on the more 
normal area, and plant lice intensified magnesium deficiency of nasturtiums. 
This combination of maladies may at times confuse the observer by the rapidity 
with which the deficiency symptoms occur. 

There are a few important exceptions to the idea of evolutionary development 
in relation *to magnesium needs. One of these is hybridization or extreme 
selection. Another is the fact that a numbep of plants do not chloroso. Some 
of the roses show no chlorosis, and some species such as the blackbeny , tho straw- 
berry, and the apple, only slight chlorosis These crops, however, are greatly 
impaired in growth and vitality by the low-magnesium content of the soil. 
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Another member of the rose family, the domestic raspberry, by its chlorosis and 
slow growth seems to be an excellent indicator of low-magnesium content of 
soil. 

Let us consider at random a few domestic plants that may suffer quickly from 
low-magnesium content in the soil. Among the lower orders of seed plants, 
the mallow family includes such economic plants as cotton, okra, and hibiscus. 
Among the roses arc apple, strawberry, blackberry, raspberry, plums, peaches, 
and many plants used as ornamentals. This family, perhaps more than aU 
others, may suffer need for more magnesium without obvious paihologicdl symp- 
toms. Among the saxifrages are the hydrangea, syringa, currant, and goose- 
berry. Among the Cruciferae are such members as cabbage, cauliflower, rape, 
turnip, mustard, and broccoli. Among the isolated species are the American 
elm, magnolia, papaw, barberry, geraniums, and mulberry. 

As was previously mentioned, there are two or more exceptions to these inter- 
pretations: one of these is the Solanaceae, and a second is at least one species of 
the Cucurbitaceae. The doflciency symptoms of the species of the latter 
family — field pumpkins— never arc in evidence until maturity and seem not to 
influence vigor or yield, but the leaves are chlorosed and the intervcinal tissue 
falls out just before they die naturally. This seems like an unusual behavior. 
The Cucurbitaceae and the Solanaceae are, however, rather highly developed. 

There are factors other then the degree of evolutionary development of the 
plant which often determine the amount of chlorosis. Among these are age and 
the degree of storage of the ions within the plant. Thus, tubers, biennials or 
perennials, when planted for their second year (or in later years in the case of 
perennials), in a plot which is deficient in magnesium after growing in one 
which is not deficient, may ^ow no deficiency for several years. Among such 
plants are the floral lilies, onions, strawberries, gladioli, peaches, iris, and others. 
Certain plants like th^e peach and the apple may show definite magnesium- 
deficiency symptoms when they are young but recover when their roots pene- 
trate more deeply into the soil and find sufficient magnesium in the subsoil. 
There is ample evidence that magnesium serves a greater role during the infancy 
of the plant than during the approach of maturity. 

This discussion does not intend to convey the idea that there may not bo areas 
in tlds country so deficient in magnesium that all of the plant kingdom suffers, 
but in the Massachtisotts plot the deficiency is limited to the lower orders. It 
is entirely possible that, in the gcolc^cal past, plants did not use so abundantly 
the elements that arc used by our present-^y plants. It is probable that 
so far as plant use is concmed, magnesium is an older element than calcium 
or nitrogen. 

There is reason to believe that the alluvial soils are likely to diow a greater 
deficiency of magnesium than the glacial tiU soils, as indicated by symptoms on 
crops. The various soils of the Connecticut Eiver Valley show the deficiency 
more commonly than the drumlin-like soils of the uplands. Soils formed by 
glacial lakes of materials from the uplands also may be deficient in this element. 
Successive washing of the soil and the advent of man’s constant cultivation have 
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been agencies in the near-depletion of the magnesium ion. It is not at all beyond 
the realm of possibility that the ecological distribution of plants — ^plant families 
which differ on alluvial soil from those families found on soil depositied by the 
glacier — ^may be determined in part by the relative proportion of this ion in the 
soil. 

The expansion of civilization has given rise to deficiencies in both plant and 
animal life. In certain instances it became necessary to live on deficient soils 
and deficient herbage, since little was known of these deficiencies on the virgin 
soils in the not too chstant past. When leaves and branches of the forest and the 
grass of the fields remained in the environment where they grew and when man- 
ures were later added to the fields, there was no evidence that nature failed to 
take care of the plant’s needs. Later, when man began to cultivate and to add 
commerical fertilizers, there was a possibility that certain ions needed in the 
propagation of plants mi^t be lacking. The authors found from chemical 
analysis that plants low in the plant kingdom, by reason of their capacity to 
grow well under adverse conditions, needed magnesium more than they needed 
calcium. Why this is true is not too apparent, but it is known that lichens, 
mosses, and some bacteria grow on rock ledges, Fungi, sphagnum, club mosses, 
and bacteria are low in calcium content; in fact, the first three of these have a 
calcium content of less than 0.2 per cent. When the earth was solid rock, the 
first plants had to obtain their nutrients with great difficulty. W. H. Macintire 
has foimd that magnesium in dolomite dissolves and is removed more rapidly 
than is calcium. It is not imcommon that heterogeneous rocks weather more 
rapidly than the more homogeneous ones. Magnesium is often a part of a rock 
containing numerous elements. On the other hand, calcium occurs naturally 
to some extent as calcium carbonate or sulfate. Thus, early plants adjusted 
themselves to a medium of growth higher in magnesium than in calcium. 

Again it must be pointed out that not all members of a family are assumed to 
behave alike, and that once quantitative methods can be substituted for ob- 
servations on this subject, the results will be more satisfactory. 

SiramABY AND CONCLUSIONS 

Among the lower growpe of cotyledonous plants the oxtiemes of plant develop- 
ment, from low to high, are as follows: 

1. Ranales-buttercup, clematis, anemone, hepatica, marsh marigold, columbine, lark- 
spur, and peony 

2. Magnoliaceae-tulip tree, dowering magnolia, cucumber tree 

3. Anonaceae-the pawpaw 

4. Others, only slightly higher — ^the mallows, poppies, elms, geraniums, mulberry, the 
Cruciferae family, of wMch there are many garden plants. 

Among th^ highest in development are the following: 

1. Ambrosia genus of the Compositae— ragweed 

2. ALSters and daises 

3. Campanulates, including the bellflower and the Venus looking-glass 

4. Labiates, including the mints. 
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Among the lowest of the monocotyledonous plants is the alismales, mcluding 
water plantain and arrowhead. The highest of this group are the families of 
orchids and, slightly lower, the glasses. The latter have great economic sig- 
nificance. 

On the main line, representing gi^aphically the development of seed plants, 
there secnis little doubt that resisiance to magnesium deficiency increases as one 
goes up. When all the side branches are included, all the lower branches repre- 
senting the lower ordeis t-liou" the deficiency quickly, whereas none of the ex- 
tremely high orders represented by the upper branches show the deficiency. 
There arc two family members in the side branches which, the writers have 
observed, do not fit into the scheme. These are the Solanaceac and the Cucur- 
bitaceao. Of these two families, the domesticated species shows the deficiency 
more quickly than does the wild species. 

It is significant that the more liighly developed seed plants, because of their 
greater sturdiness, are far more resistant to abnormal agencies such as disease 
conditions, extremes of temperature, and high or low concentrations of elements. 
Such plants probably represent a general situation rather than the need of a 
specific ion by a specific species. 

In the course of the experiment described in this paper, thousands of plants 
were seeded directly in the field and thousands were transplanted. Many of 
these plants were lost by lack of germination, resistance to transplanting, and 
lack of adaptability to now environment. Bui^ for every one of the higher orders 
lost, approximately ten of the lower orders were lost. 




MAGNESroM-PHOSPHORUS RELATIONSHIPS IN 
PLANT NUTRITIONi 


EMIL TEUOG, R. J. GOATES, G C. GERLOFF, and K. C. BERGER 
Univeraity of Wiicomin 

One of the funciioixs ascribed to magnesium in plant nutrition is that of a 
carrier of the phosphorus used by the plant. If this is the case, one mi ght 
expect to find some sort of positive correlation between the phosphorus and 
magnerium contents of plants or between the efficiency of phosphate fertilizers 
and the supply of available magnesium. The literature dealing with this field 
was reviewed recently very completely by Beeson (4, 6). To summarize, it 
may be said that the results of most of the past experiments reveal a poritive 
correlation. In some of the experiments the method of investigation was such 
as to preclude definite conclusions. 

Of particular interest to the fertilizer industry in this connection are some 
recent developments in the conditioning of superphosphate with magnesium 
silicates. Experiments in Russia (7) about 10 years ago rirowed that when 8 
to 9.6 per cent of dunite (a material consisting largely of olivine — ^Mg2Si04) 
was added to ordinary and triple superphosphate for the purpose of neutralizing 
excess acidity and absorbing moisture so as to facilitate handling , a product 
was obtained that had superior plant growth promoting properties. 

In an attempt to make the limited supply of superphosphate go further 
during the war, workers (1, 2, 3, 8) in New Zealand took up the Russian idea of 
adding a magnesium silicate. Since serpentine (ILMgsSisOg) was at hand, it 
was used after being ground so that somewhat more than 90 per cent passed a 
lOO-mosh sieve. One part was mixed with three or four parts of superphosphate.^ 
It is reported tliat the serpentine causes extensive reversion of ^ phosphate 
with reduction of water solubility but not of citrate solubility. When the 
serpentine and superphosphate are mixed dry, the reaction is virtually complete 
in 2 weeks, but when they are mixed with about 5 per cent of water it takes onty 
4 days. During this time the free acid is ncutialized and moisture is absorbed 
or fixed as water of crystallization so that the product no longer attacks bags and 
in addition handles and drills nicely. 

As the result of extensive field trials, it was established that the so-called 
serpentine superphosphate is in all cases equal in value to the standard super- 
phosphate and in many cases superior. In 1942, 31,000 tons of serpentine was 
thus used, and in 1943, 62,000 tons. 

This work in Russia and New Zealand indicates that the magneaum, which is 
supplied as a silicate and made soluble throu^ interaction with the superphos- 

* Paper presented at the meeting of the American Chemical Society, Division of Fertilizer 
Chemistry, Chicago, Illinois, Soptomber 10, 1946. Contribution from the department of 
soils. Agricultural Experiment Station, University of TVlsconsin. Published with the 
permission of the director of the tVlsconsin Agricultural Experiment Station. This work 
was supported by a fellowship grant from the International Minerals and Chemical Corpora- 
,tion. 
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phate, facilitates the use of the phosphate by the crops grown. In other words, 
the results support the idea that one of the the functions of magnesium is to act 
as a carrier of phosphorus. Of course, it might be argued that the reverted 
phosphate, being less soluble, becomes less subject to fixation in difficulty avail- 
able form in the soil, and thus remains more available for plant use. This con- 
tention is supported by the superior results obtained in some tests in this country 
where lime was mixed with the superphosphate before application. Here, how- 
ever, the presence of magnesium in the lime may have had an influence. 

In Germany (9, 10), basic slag containing about 6 per cent of MgO has in a 
number of cases given better crop yields than superphosphate, or superphosphate 
with lime, and this advantage is ascribed to the presence of the magnesium in the 
slag. 

During the last 2 years, several experiments bearing on this subject have been 
carried on in Wisconsin, and a report of these follows. 

FIELD EXPERIMENTS WITH PEAS 

In 1945, a rather extensive lime and fertilizer field experiment was started on 
Carrington silt loam near Beaver Dam, Wisconsin, involving a 4-ycar rotation 
of peas, alfalfa, alfalfa, and sweet com. The original pH of the soil was 5.3, and 
the levels of available phosphorus and potassium were 20 and 120 pounds per 
acre plow layer respectively. 

The experiment involves 156 plots variously limed and fertilized to establish 
and maintain the pH and fertility levels given in table 1. In order to promote 
thorough incorporation of the lime and fertilizer with the soil, one half of these 
materials was applied before plowing and disced in, and the other half after 
plowing followed by discing. 

The lime used was dolomitic, analyzing 50.6 per cent of calcium carbonate and 
41 per cent magnesium carbonate. It was finely ground, so that 97.8 per cent 
and 72 per cent passed a 100-mesh and a 300-mesh sieve respectively. Tlic 
phosphate and potash fertilizers used were 45 per cent and 00 per cent materials 
respectively. 

One series of plots limed to pH 6.5 has not had the basic treatments of phos- 
phate and potash fertilizers to raise the fertility to the definite levels given in 
table 1, but is receiving, on the acre basis, 800 pounds of 3-12-12 foi’tilizor for 
peas and a similar amount for com. This fertilizer for some of the plots con- 
tains magnesium sulfate so as to supply the equivalent of 40 pounds per acre 
of MgO. 

Chemical analyses of peas (Alaska variety) produced the first year following 
these treatments (four plots with and four without magnesium sulfate) showed 
average increases in contents of phosphoms and magnesium of approximately 
8 per cent and 9 per cent respectively, indicating, if anything, a positive cor- 
relation between the contents of these two elements. 

In 1946, however, the content of these two elements in the peas was precisely 
the same regardless of additions of magnesium sulfate. Without doubt, the 
magnesium in the dolomite following a lapse of one year from its addition to the 
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soil had become available to the plants, and hence any influence of the Tnflgnfiaii nn 
sulfate was completely masked. This is supported by the fact that the 
magnesium content of the peas from all of the plots was substantially higher than 
the previous year. This high content of magnesium was reflected in a uniformly 

TABLE 1 

Influence of dolotnitic lime and of phosphorus and potassium fertility levels on nitrogen and 
mineral content of peas (seed) at canning stage 


Peas grown on Carrington silt loam, e.'cpcriinontal field, CanniS Farm, near Beaver Dam, 
Wisconsin, in 1916. Lime added and fertility levels established previous year 


PLOT 

NO 

POUNDS PIS 
ACSL PLOW 
LAYLR 
AV^ILABLP 

POUNDS 
0-20-20 \T 
SEl DINO 
TIML* 

pH OP 

&OIL 

TONS 

DOLOMITIC 

LIME 

ADDLD 

PERCENT VGE CONTENT OT PTAS 
(dry basis) OP ELEMENTS INDICATED 

YIELD, 

POUNDS 

GREEN 

PEAS 

PER 

ACRE 

P 

K 

N 

p 

Mg 

Ca 

K 

2B3 

20 

120 

None 

5.3 

0 

3.91 

.33 

.189 

.075 

1.32 

1669 

2C6 

20 

120 

None 

(6.6) 

3 

4.07 

.37 

.195 

.077 

1.33 

2052 

2D6 

20 

120 

None 

(7.5) 

6 

4.08 

.47 

.206 

.079 

1.39 

2376 

2B6 

20 

120 

200 W.S. 

5.3 

0 

4.00 

.36 

.ISO 

.073 

1.40 

2484 

2C1 

20 

120 

200 W.S. 

(0.6) 

3 

4.12 

.39 

.201 

.078 

1.42 

2412 

2D4 

20 

120 

200 W.S. 

(7.6) 

6 

4.15 

.44 

.215 

.072 

1.42 

2526 

2B6 

60 

160 

200 W.S. 

5.3 

0 

4.04 

,30 

.176 

.069 

1.43 

2855 

2C4 

50 

150 

200 W.S. 

(6.6) 

3 

4.11 

.40 

.202 

.083 

1.46 

2394 

2D1 

50 

160 

200 W.S. 

(7.5) 

6 

4.18 

.42 

.206 

.069 

1.44 

2741 

2B1 

76 

200 

200 W.S, 

6.3 

0 

3.90 

.38 

.187 

.078 

1.45 

2268 

2C2 

75 

200 

200 W.S, 

(6.5) 

3 

4.18 

.40 

.210 

.075 

1.47 

2473 

2D3 

75 

200 

200 W.S. 

(7.6) 

6 

4.20 

.47 

.221 

.082 

1.44 

2709 

2B4 

125 

300 

200 W.S, 

5.8 

0 

4.04 

.37 

.181 

.070 

1,47 

2233 

2C6 

126 

300 

200 W.S, 

(6.6) 

3 

4.15 

.43 

.204 

.076 

1.50 

2681 

21)5 

125 

300 

200 W.S. 

(7.6) 

6 

4.14 

.61 

.217 

.076 

1.49 

2555 

2B2 

125 

300 

200 Br. 

6.3 

0 

4.02 

.38 

.186 

.069 

1.46 

2052 

2C3 

125 

300 

200 Br. 

(6.6) 

3 

4.13 

42 

.206 

.073 

1.49 

3078 

2D2 

125 

300 

200 Br. 

(7.6) 

6 

4.17 

.49 

.214 

.070 

1.47 

3402 


* W.S., with seed; Br., broadcast. 


high phosphorus content, which averaged the same as that of the peas grown the 
previous year on soil treated with magneaum sulfate. ‘ 

In another pea experiment started in 1946 on a field near Waupun, Wisconan, 
fertilizer was applied both with and without magnesium sulfate. The field 
had previously received some lime (very likely dolomitic) but not nearly enough 
to neutralize the acidity. Analyses of the peas produced diowed a slight but 
consistent increase in content of phosphorus and magnesium for those receiving 
magnesium sulfate. 

The most extensive analytical data, obtained by the authors'in 1946, bearing 
on this subject and involving peas (AlMka variety) grown on field plots are those 
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presented in table 1. These data make possible correlation studies between the 
pho^horuB and magneaum contents of peas grown at three lime (dolomitic) 
levels and five phosphorus levels. The yields of peas per acre ranged from ap- 
proximately 1,^ pounds on the check to slightly more than 3,000 pounds on 
the most M^ly fertilized and limed plots. 

It will be noted first of all that without the addition of lime (magnesium), 
increasing phosphorus levels have increased the phosphorus content of the peas 
only very slightly, and the magnesium content not at all. In contrast to this, 
increasing lime (magnesium) levels have increased the phosphorus content con- 
sistently and nearly as much at the low phosphorus levels of the soil as at the 
hi^. The content of magnesium has been raised appreciably and conastontly 
with increasing lime (magnesium) levels. Table 2 gives the averages of all of the 
analyses for each lime level. 


TABLE 2 


Averages of (dl results in table 1 at each lime level, showing influence of dohmilic lime on 
nitrogen and mineral content of peas at canning stage 


XONSDOLOiaTIC 
T.Tuv. added 

pH 07 SOIL 

PEECEMTAGB CONTENT 07 PEAS (DEY BASIS) 07 EISICENTS INDICATED 

N 

P 

Mg 

Ca 

K 

0 

— 

4.00 

.36 

.183 


1.42 

3 


4.13 

.40 

.203 


1.44 

6 

moon 

4.15 

.47 

.213 

.075 

1.44 


These data lend strong support to the contention that a hi^ phosphorus con- 
tent of peas (seed) is correlated with a hi^ magnesimn content and a high level 
of available noagnesium. This deduction in turn supports the theory that 
magnesiiun serves as a carrier of phosphorus within the plant. It hardly seems 
tenable to argue that the increased phosphorus content of the peas grown on the 
limed soil is due to promotion by the lime of a higher availability of tho phos- 
phorus, for then it would be expected that the increasing levels of available 
phosphorus which existed without lime should also have raised tho phosphorus 
content of the peas more markedly than was the case. 

It will be noted that the nitrogen content went up slightly with increasing 
lime levels but not with increamg available phosphorus levels of the soil. The 
potastium content rose somewhat with increaang supplies of this element in 
available form. The calcium content showed a tendency to drop with an in- 
creating potassium content. 

WATEB CUIOTTBE EXFBBQCESNT WITH PEAS 

In order that the foregoing results obtained with the peas grown in the field 
experiment might be checked under more closely controlled conditions, peas 
(Alaska variety) were grown in water cultures. The culture vessels consistod of 
1-^kllan earibenware jars, into each of which 3 liters of the culture solution was 
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placed, leaving space at the top for introduction of a vrire screen on which to 
support the plants and a layer of glass wool which served as a cover and as 
protection. 

The nutrient solution in the cultures was aerated continuously and renewed 
twice weekly. It was compounded as follows with varying concentrations of 
phosphorus and magnesium: 


Element 

in solution 

Salts used 

P 

10, 30, and 90 

KH 2 PO 4 

Mg 

1, 6, 25, and 100 

MgS04-7H20 

K 

190 

KH 2 PO 4 and K,S 04 

Ca 

163 

Ca(NO,)2-4HsO 

N 

135 

Ca(N0,)8-4H20 and NH*NO, 

Fe 

15 

PeC 4 H* 07 * 5 H 20 (approx.) 

Mn 

1 

MnCU *41120 

B 

0.5 

H 3 BO 2 

Cu 

0.1 

CuC1,*2H20 

Zn 

0.4 

ZnCl2 


TABLE 3 

Injhtence of varying magnesium and phosphorus contents of nutrient solutions on growth of 
peas and on their contents of these elements 


Mg IK 
NUTRIEWr 
SOLUTION 

10 P.P.M. P IN KUTSORNT 
SOLUTION 

30 P IN NUTRIENT 

SOLUTION 

90 P.P,M. P IN NUTRIENT 
SOLUTION 

Yield 

Content in seed 

Yield 

Content in seed 

Yield 

Content in seed 


Seeds 

Vines 

P 

Mg 

Seeds 

Vines 

P 

Mg 

Seeds 

Vines 

P 

Mg 

p,p.m. 

gm. 

gm. 

per cent 

per cefU 

gm. 

gm. 

per cent 

per cent 

gm. 

gm. 

per cent 

per cent 

1 

.5 

8.5 

.36 

* 

1,0 

7.5 

.36 

* 


7.5 

.39 

* 

5 

3.5 

10.0 

.39 

.121 

3.5 

10,5 

.42 

.118 

3.5 


.46 

.134 

25 

7.0 

15.0 

.41 

.139 

6.0 

17.0 

.42 

.127 


17.0 

.48 

.142 

100 

7.5 

15.0 

.43 

.150 

mn 

16.0 

.46 

.167 

8.5 

15.0 

.53 

.167 


* Sample weight insuOiciont for Mg analysis. 


Twelve plants were grown per culture, and cultures were set up in duplicate. 
The poos supplied with 25 and 100 p.p.m. of magnesium mode a good normal 
gi'owth; those supplied with less soon developed characteristic magnesium- 
deliciency symptoms. After ^weeks’ growth, when the peas had reached the 
canning stage, the crop was harvested, dried, weighed, and analyzed for phos- 
phorus and magnesium. The results are given in table 3. 

It will be noted that with 25 and 100 p.p.m. of magnesium, jdelds of seed and 
vines did not vary much with the concentration of phosphorus, although they 
were perhaps slightly better with the hipest concentration. This shows that 
available pWphorus could not have been a limiting factor, and any increase in 
phosphorus content of the peas that occurred with the hi^er concentrations of 
magnesimn would have to be ascribed to some action of the magnesium. It will 
be noted that the pho^horus and also the magnesium contents rose appreciably 
and consistently with increasing concentrations of magnemum. 







24 


TEUOG, GOATBS, GBRLOIT, AND BEBGER 


These results fully confirm those obtained in the field experiments and lend 
strong support to the theory that magnesium fimctions as a carrier of phosphonis. 
It is believed by the authors that analysis of the seeds of plants furnishes a more 
reliable test of this theory than analysis of vegetative tissue, since in the latter, 
magnesium functions in various capacities, and vegetative tissue is subject to 
wide variations in composition due to the influence of many complicating factors. 
Finally, it should be added that in a recent publication, Beeson, Lyon, and Bar- 
rentine (6) reported some results, obtained with tomato plants grown in nutrient 
solutions, which showed a higher content of phosphorus in the leaves at the higher 
concentrations of magnesium. 

All of these results emphasize the great importance of an adequate supply of 
available magnesium in soils to promote efl&cient utilization of phosphoius. 
Recognition of this is of tremendous practical importance, because it points the 
way to the production of seed and forage of greater feeding value, and possibly 
better seed for planting purposes. Failure in many experiments to produce 
crops of higher phosphorus content through phosphate fertilization has un- 
doubtedly been due to a lack of available magnesium. The supply of available 
magnesium in soils and the use of magnesium-containing materials deserve 
much increased attention. 


SUMMARY 

The relation of the supply of available magnesium to the phosphorus content 
of peas (seed) was investigated by means of field and nutrient culture tests in 
which the supplies of available magnesium and phosphorus were varied. Chem- 
ical analysis of the pea seeds revealed an appreciable and consistent increase in 
phosphorus content with increasing supplies of available magnesium. In fact, 
increasing supplies of available magnesium increased the phosphorus content of 
the peas much more than did increasing supplies of available phosphorus. 

The results support the theory that magnesium functions as a carrier of 
phosphorus. They also indicate the need of giving increased attention to the 
supplies of available magnesium in soils in order that the phosphorus present 
may be used effectively and crops of the highest nutritive value produced. 
Failure in many cases in the past to obtain crops of higher phosphorus content 
through the addition of phosphate fertilizer may well have been due to a lack of 
available magnesium. 
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SOME FACTORS INFLUENCING THE AVAILABILITY OF 
MAGNESIUM IN SOIL AND THE MAGNESIUM 
CONTENT OF CERTAIN CROP PLANTS^ 

H. P. COOPER, W. R. PADEN, and W. H. GARMAN 
South Carolina Agricultural Experiment Station 

Magnesium is the key metallic substance in chlorophyll; therefore, it is of im- 
portance to those interested in the growth and production of crop plants. The 
magnesium in the chlorophyll seems to occupy a position similar to that of the 
iron in hemoglobin, where the iron is loosely bound and is evidently the active 
agent in the carrying of oxygen. Magnesium is more abundant in the paits of 
plants that are concerned with the vital processes such as seed and foilage than in 
the roots and stems. Therefore, the total amoimt of magnesium in the soil and 
the amount available to plants under different conditions are of special impor- 
tance to those who grow crops with a relatively high magnesium requirement. 

Goldschmidt (18) has pointed out that important processes of physical and 
chemical segregation and concentration dominated the history of matter during 
geochemical evolution, according to the different properties of the electronic 
shells of the various elements. During the primordial stages of differentiation 
of the globe, the distribution of the various chemical elements was essentially 
controlled by their chemical afiBnity toward oxygen and sulfur and by their 
latent heat of vaporization. The free energy of oxidation of the electropoative 
elements can be used as a suitable measure of the chemical affinities of the 
various elements toward oxygen. The process of crystallization of magmas 
involves a sorting or selection of various atomic ions according to their size and 
with regard to their faculty for entering the crystal lattices or spacial network of 
the different minerals which crystallize from magmatic solutions. According 
to Goldschmidt, the possibility of large-scale isomorphous substitution in 
minerals from magmas mil bo limited to pairs of ions ti^ radii of which agree 
within a tolerance of 10 to 15 per cent of the larger radius of the pair. Mag- 
ncBuun with a radius of 0.78 A. and ferrous iron mth a radius of 0.83 A. freely 
replace each other in ionic crystals. Soils containing large quantities of iron 
usually contain a relatively large amount of magnesiund. Since the ionic radii 
and the oxidation potentials of tlie elements are dominant factors in the as- 
sociation and distribution of nutrients, it follows that some consideration should 
be given to the properties of nutrients in relation to their distribution and avail- 
ability to different plants. 

Nature has provided plant cover for virtually aU soil conditions where suffici- 
ent moisture is available; therefore, it is not logical to expect any sin^ property 
of a nutrient to determine the Intensity of its availability to all plants. There is 
apparently a selective absorption of certain combmations of nutrient ions similar 

I Paper presented at the meeting of the American Chemical Society, Divition of Fertilizer 
Chemistry, Chicago, Illinois, September 10, 1946. Technical Contribution No. 139, South 
Carolina Agricultural Experiment Station, Clomson, S. C. 
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to the association of ions comprising the fractional crystallization of siUcate 
magmas. Data presented by Cooper and Blink (15) suggest that halicystis 
selectively absorbs Na and Mg, which are isoelectronic with neon; however, 
most plants seem selectively to absorb metallic ions with valence shell isoelec- 
tronic with argon (20, 31). 

The amount of magnesium in most plants usually ranks third or fourth in the 
metallic nutrients. In humid regions where the amount of sodium in the soil 
solution is relatively low, magnesium ranks third. In subhumid to arid regions 
or where a large amount of sodium is present in the soil, the quantity of potas- 

TABLB 1 


Normal electrode potentials relative to the normal hydrogen electrode and ionization potential 
in equivalent volts in various states of ionization of certain plant nutrients 
The sign of the potential is opposite the sign on the electrode 




approximate equivalent energy in volts for removal 

OF VALENCE ELECTRONS 

ELECTKODB SEACTZON 

OF ELEICEKT 

KOSICAZ. SLECIBODE 
POTENTIAL 

Removal of last bound 
electron 

Removal of inmost common 
valence electron 



Element 

Equivalent 

volts 

Element 

Equivalent 

volts 

K - K+ + (? 

volts 

4-2.92 


4.318 

K+ 

4.318 

Na « Na+ + 6 

+2.71 

Na+ 

6.120 

Na+ 

6.120 

Ca « Ca++ + 26 

4-2.60 

Ai+ 1 

5.960 

Ca-H- 

11.62 

Mg « 4- 26 

4-1.65 

Ca+ 

6.09 

H+ 

13.62 

A1 «Al+++4-3& 

4-1.28 

Mn+ 

7.41 

Mg++ 

14.96 

Mn - Mii++ -h 26 

4-1.00 

Mg-^ 1 

7.61 

Mn++ 

15.70 

Zn »» Zn++ + 26 

4-0.76 

Cu+ 

7.68 

Fe++ 

16.16 

Fe ** F++ -h 26 

4-0,43 

Co+ 

7.81 

Co++ 

17.30 

Co « Co-H- 4- 26 

4-0,29 

Fe+ 

7.83 

Zn-H- 

17.89 

H « H+ 4- 5 

rfcO.OO 

Zn+ 

9.36 

Cu++ 

20.34 

Cu » Cu++ 4- 26 

-0.34 

H+ 

13.62 

♦A1+++ 

28.31 


* The volts required to remove second valence electron A1++ » 18.74. 


slum, sodium, and calcium is greater than that of magnesium in many plants. 

Since two or three strong metallic cations are selectively absorbed in pref- 
erence to magnesium by certain plants, some of the chemical and physical 
properties of nutrients directly concerned with the nutrition of plants should be 
considered. 

Some important properties of different nutrients are the strength of ions and 
their solubility. It is of special interest, therefore, to consider certain measures 
of ionic strength such as standard electrode potentials, ionization potentials, and 
the solubility of different nutrient compounds. 

NORMAX ELECTRODE POTENTIALS OP CERTAIN NIJTRIBOT ELEMENTS 

The normal electrode potentials reported by Kolthoff and Furman (26) and 
in the International Critical Tables (24) of certain nutrient elements included in 
table 1 are useful in predicting the relative availability and the absorption of 
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nutrient ions. The average chemical analysis of a large number of plants in- 
cluded in tables 3 and 4 shows a close correlation between the relative strength of 
ions and the amount of the nutrients in the plants. It is now generally recog- 
nized that there is very little correlation between the concentration of salts in 
the nutrient media and the absorption of ions. The relative strength of ions 
as measured by their normal electrode potentials is a measure of the intensity 
factor of energy rather than of the capacity or quantity factor. The relative 
strength of ions seems to be one of the most significant factors in the absorption 
and utilization of nutrients, yet these values have been given very little con- 
sideration in nutrition studies. Some of the fundamental problems in nutrition 
will probably not be solved until more general use is made of the known chemical 
and physical properties of nutrients. 

IONIZATION POTENTIALS OP NUTRIENTS 

The ionization potentials of nutrients in various states of ionization reported 
by Millikan and Bowen (29), Noyes and Beckman (30), and Latimer and 
Hildebrand (26) are included in table 1. It is interesting to note the order of 
ions in this grouping. The equivalent energy required for the removal of the 
last bound electron is shown in column four. This grouping gives little idea of 
the activity of ions other than sucli monovalent ions as K, Na, and H. The 
values in column six give a better idea of the relative activity of ions in their 
most common atomic ionic valence state. The atomic ionic series in this group, 
according to strength, is K, Na, Ca, H, and Mg. In this grouping the hydrogen 
ion ranks next to calcium in strength and would be likely to predominate over any 
ion below it in this series. This grouping is in agreement with the establidied 
order of activity of certain ions in the soil colloidal complexes. 

SOLUBILITT OP NUTRIENT COMPOUNDS 

The data in table 2, compiled from various solubility tables, are of interest in 
certain studies in nutrition. As the solubility values reported were determined 
under different tomixsraturo conditions, it is not possible to make close com- 
parisons of tho relative solubility of materials. There is a wide variation in the 
solubility of different nutrient compounds. Virtually all the potassium salts 
are soluble in water, as are the salts of other alkali motals such as sodium and 
rubidium. The ammonium salts arc also soluble in water. There is a wide 
variability in tho relative solubility of the other materials included in the table. 
It is important to note the low solubility of the carbonate, oxalate, hydroxide, 
and phosphate compounds of calcium and the other metals below calcium in this 
grouping. 

INTBNSmr OP REMOVAL OP CATIONS PROM SOILS BT ELBCTRODIALTSIS 

Cooper and Pacbn (10) have pointed out that there is a definite relation be- 
tween the removal of cations from soils by electrodialysis and tho relative strength 
of ions. In a soil fractional eloctrodialysis study, 50.00, 24.66, 17.49, and 11.98 
per cent of added equivalent quantities of K, Na, Ca, and Mg wore removed in 
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the first 2 hours. This clearly demonstrates the difference in intensity of the 
removal of ions from soils by electrodialysis. 

COMPOSITION OP PLANTS 

The mineral content of crops is important to those interested in the optimum 
conditions for plant growth. It is desirable, therefore, to consider some of 
the effects of different nutrients on plant growth. These nutrients play a signif- 
icant part in plant growth as follows: (a) they serve as a structural, or integral, 
part of compounds, as carbon in organic compounds; (6) they are necessary for 
oxidation-reduction reactions in the plant at definite energy levels; (c) they 
determine the ionic balance in plants; (d) they influence the pH of the cell sap, 
buffer capacity, and the absorption of nutrients; and (e) they may mobilize or 
i mm obilize certain materials in the various plant tissues. 


TABLE 2 

Solubility of certain nutrient corny ounde in grams of anhydride per 100 gm. cold-water solution 
Temperature around 20® or zero centigrade as indicated* 


ION 

HCOi 

CO, 



P04 

HPO, 

HaPOi 

SOt 

NO, 

a 

K 

22.4 

112.0 

33.0 

97.0® 

S.S. 

V.S. 


BiM 

31.6 

34.7 


11.9® 

100.0 

4.0 

42.0 


42.9® 

22.7® 


118.3® 

29.7® 

Ca 

.... 

0.0014 

0.00067 

O.ISS" 

0.002 

mm 




69.5® 

Mg 


0.0106 

0.07 

0.0009 

0.02 

bh 



42.33 

35.3 

Mnt 

.... 

0.0065 

0.03 

0.0002 





426.4® 

62.2 

ZSn 


0.001 

0.00079 

0.00000026 

i 

i 

i 

86.58® 

327. 3« 

432.0 

Fet 


0.0067 

0.022 

0.00067 




15.66 

83.5 

64.4 

Cot 


i 

i 

0.00032 

i 

• • . • 


36.2 

133.8® 

45.07 

Cut 


I i 

0.0026 

i 

i 

i 

i 

14.3* 

137.8® 

70.6® 


♦ Many of the values in this table were taken from BEandbook of Chemistry and Physics 
by C. D. Hodgman and H, N. Holmes, Chemical Rubber Publishing Co., 1941. S.S. =» 
slightly soluble; V.S. » very soluble; i « insoluble. 

t Divalent. 

The chemical composition of hay and forage crops reported by Snider (33) is 
included in table 3. These data represent a very extensive study of the chemical 
composition of crop plants grown under different conditions. The metallic 
constituents are arranged in order of the normal oxidation-reduction potentials 
or the relative strength of ions. It is well established that there is a selective 
absorption of nutrient elements, and that the concentration of the material in 
the nutrient medium is not the major factor, under ordinary conditions, in de- 
termining the rate or intensity of absorption of most nutrient ions. Since the 
normal electrode potential is a measure of relative activity or the intensity 
factor of energy , consideration should be given to the relation of strength of ions 
to selective absorption by plants. As already pointed out by Cooper and Paden 
(10), there is a direct correlation between normal electrode potentials of elements 
and their removal from soil colloids in electrodialysis. The same general relation 
holds for the removal of metallic cations from plant tissue by electrodialysis (11). 
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There is a close correlatiou between the strength of ions and the mineral analy- 
sis of plants. The last line in table 3 expresses the amount of metallic nutrients 

TABLE 3 


Removal of nutrients in pounds per ton, of hay and forage crops in Illinois 


HAY AND FORAGE CROPS 

NOCBER 

OT 

SAMPLES 

E 

Ca 

Mg 

Mn 

Fe 

P 



PRO- 

TEIN 



Leguminous forage crops 






Alfalfa 

50 

25.0 

35.0 

9.8 

MR 

0.16 

3.6 


128.68 

344 

Bed clover 

50 

26.0 

29.4 

9.2 


0.28 

3.2 

47.4 

115.58 

296 

Alsike 

20 

22.4 

26.2 

10.6 


0.30 

4.2 

mMm 


294 

Lespedeza 

50 

18.9 

17.0 

5.7 

0.14 


2.9 


85.24 

252 

Soybeans (pod stage)... . 

50 

17.8 

25.0 

17.4 



3.4 

43.6 

107.83 

272 

Sweet clover (full bloom) 
Sweet clover (Oct.- 

7 

19.4 

42.0 

13.4 



3.0 

34.4 

H 

215 

Nov.) 

Sweet clover (April- 

17 

16.0 


12.4 




41.4 

H 


!May) 

30 


32.8 

11.4 

.. . . 

.... 

6.0 




Cowpeas 

3 

25.2 

30.2 

14.2 

0.97 


3.5 

49.6 

jgjg 


Average 

277 

22.5 

29.4 

11.6 

0.24 


3.5 

47.5 

115.00 

297 

Per cent of K 


100.0 

130.66 

51.55 

1.06 

1.33 

15.55 

211.11 




Nonleguminous forage crops 


Kentucky bluegrass 

Timothy 

Redtop 

Orchard grass 

Bromo grass 

Big bluestem 

Cornstalks 

Wlioat straw 

Oat straw 

50 

50 

50 

30 

60 

10 

50 

20 

10 

32.8 
31.4 

31.8 

38.0 
44.3 

29.6 

23.0 

14.6 

31.0 

6.2 

5.6 

8.4 

6.4 
8.0 

7.6 
9.8 
3.2 
5.0 

4.0 
3.6 

4.4 
4.2 

3.0 

4.1 

8.4 

2.2 

3.4 

0.19 

0.14 

0.43 

0.56 

0.24 

0.12 

0.28 

0.26 

0.16 

0.18 

0.16 

0.12 

0.29 

0.36 

3.8 
3.0 
3.4 

3.6 
3.4 
3.0 

1.8 
0.8 

1.6 

29.4 
19.6 
21.2 

19.4 

29.8 

21.4 

14.8 
8.0 

13.8 

76.65 

63.50 

69.81 

71.32 

88.86 

66.11 

58.44 

28.80 

54.80 

184 

122 

132 

121 

186 

134 

92 

50 

83 

Average 

320 

30.7 

6.6 

i 

4.1 

0.28 


2.7 


64.25 

123 

Per cent of K 

■ 



13.36 



8.79 

64.17 



Average legumes and 
nonlogumes 

697 

26.6 


7.8 


0.26 

3.1 

33.6 

89.62 

210 

Per cent of K 


100.0 

67.67 

29.32 

0.98 

0.98 

11.65 

126.31 


... 


in plants in terms of percentage of K, the most abundant metallic constituent in 
most groups of plants. In the legume crops, however, there is more calcium 
than potassium and more iron than manganese. These data show that it is not 
possible to make a general classification of the order of intake of nutrients by 
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various plants. Some plants have the capacity to accumulate large quantities 
of certain nutrients, such as aluminum reported by Hutchinson (23) and Robin- 
son and Edgington (32). The accumulation of some of the weaker ions is 
probably made possible through the formation such insoluble compounds as 
oxalates and pectates. 

The variation in the chemical analysis of alfalfa leaves grown on seven Michi- 
gan soil types as reported by Fonder (16) and Beeson (1) is shown in table 4. 

TABLE 4 


Variaiions in the potaaHwn, calcium, and magnetium content expressed as per cent of the 
leaves of alfalfa grown on seven Michigan soil types 


STAGE OE OXOWTH 

PEE CENT or PLANT 

K 

Ca 


Total 


2.80 

1.293 ' 

0.256 

4.349 


1.83 

1.677 

0.267 

3.774 


1.50 

2.547 

0.295 

4.342 

July 2 

1.71 

3.065 

0.366 

5.131 

Average 

1.96 

2.146 

0.294 

4.399 

Per ceat change May 8 to July 2. . . 

-38.93 

137.06 

39.06 

17,98 

Average Jot four harvest ^periods on each soil 

: type 


Plainfield loamy sand 

2,90 

1.648 

0.284 

4.832 

Coloma loamy sand 

2.24 

1.880 

0.263 

4.383 

Hillside sandy loam 

1.91 

2.425 

1 0.260 

4.595 

Pox sandy loam 

1.67 

2.609 

0.387 

4.566 

Conover loam 

1.57 

2.298 

0.336 

1 4.204 

Brookston loam 

1.90 

1.932 

0.242 

4.074 

Miami silt loam 

1,65 

2.036 

0.277 

3.863 

Average 

1.95 

i 



4.360 

Maximum of variation from lowest 
value 

87.10 

58.31 

59.92 

25.08 


The potassium and calcium contents of the leaves varied widely and showed a 
more or less negative correlation over the sampling period. The chemical compo- 
sition of the alfalfa at different stages of growth shows some significant relation- 
tiiips. Potassium decreased with the season from 2.80 per cent on May 8 to 
1.71 per cent on July 2, while calcium increased from 1.293 per cent to 3.066 per 
cent. The magn^um content of the leaves was h^er on June 7 and July 2 than 
it was earlier. The content of magnesium is in agreement with the intensity of 
its removal from plant tissue reported by Cooper, Paden, and Smith (11), who 
tiiowed that the amount of magnesium removed by electrodialysis was relatively 
low until the stronger ions were removed. The quantity of magnaai nm m the 
leaves remained relatively low as long as the potassium level in the plant was 
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relatively hi^. Hie lack of magnedum in early spring grass may result in so- 
called grass tetany in animals grazing young grass on soils low in available 
magnesium or where the soil solution contains a hi^ concentration of the 

TABLE 6 


Average -percentage of -principal chemical elements in the dry -matter of some important groups 

of crop plants 


CROP 

K 

Ca 

Mg 

P 

s 

Cl J 

N 

TOXAX. 

Cotton fiber 

0.59 

0.13 

0.09 

.05 





seed 

1.20 

0.15 

0.35 

.75 

.26 

.... 

3.96 

6.67 

plant 

0.91 

2.17 

0.69 

.23 j 

.26 


1.73 

6.67 

Tobacco leaves 

2.20 

2.84 j 

0.46 

.28 

.54 




stems 

3.11 

0.54 ! 

0.23 

.26 i 



3.25 

7.69 

Potato tubers 

2.28 

0.05 

0.13 

.25 j 

.12 

0.29 

1.67 

4.79 

tops 

1.62 

4.12 

1.15 

.26 

.68 

2.25 

• » • • 


Tomato fruit 

5.24 

0.29 

0.29 

.51 

. . . 

.... 

4.51 


vines 

3.68 

3.48 

0.44 

.32 1 

.28 

.... 

mmm 

10.00 

Sweet potato roots 

1.21 

0.08 

0.16 

.12 

.12 

0.06 

2.63 

4.38 

Buckwheat hay 

2.88 

2.62 

0.60 

.54 

• . . 

.... 

0.89 

7.53 

Sugar cane st£dks 

0.56 

0.07 

0.06 

.07 

.06 

0.21 

0.92 

1.95 

leaves 

1.10 

0.54 

0.40 

.13 

.13 

0.29 

0.28 

2.87 

Average 

2.04 

1.31 

0.39 

.29 

.25 


2.33 

6.56 

Average cereal grains 

0.48 


0.16 

.38 

.17 


2.01 

3.36 

Average fodder straw 

1.46 


0.37 

.10 

.17 


0.76 

3.82 

Average grass hays 

2.09 

0.67 

0.24 

.26 

.12 

0.62 

1.36 

5.26 

Average legume seed 

1.50 

0.16 

0.22 

.57 



4.52 


Average legume hays 

2.05 

1.30 

0.32 

.26 

.27 


2.57 


Average roots and tubers 


0.49 

0.17 

.28 

.18 

0.59 

1.88 

5.70 

Average roots, tubers, tops., . . 

b9 

2.24 

0.65 


,45 

2.35 

3.90 

13.00 

Average leafy vegetables 

4.37 

1.24 

0.27 

.62 

.85 


4.35 

12.66 

Grand average 

2.14 


0.31 

.34 



2.63 

7.22 

Per cent of K 

100 

41 

14 

16 

14 

33 

1 

123 

[ 

337 


stronger cations which may limit the absorption of the weaker magnesium ion 
by certain plants. 

The average chemical composition of dry matter of a certain group of crops is 
shown in table 5. Most of these analyses were taken from the comprehensive 
study by Beeson (1) on the mineral composition of crops and reported in tables 
of crop composition. The composition of the tomato plant was reported by 
Hester (19). The data in this table indicate very definitely the correlation 
between the relativo strength of ions and the composition of the crops. The 
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last line in the table shows the content of the materials expressed in terms of per- 
centage of potassium. The calcium is 41 per cent and the magnesium 14 per cent 
of the potassium content of the plants. 

There is a wide variation in the chemical composition of different plants. It is 
observed that certain plants are high in magnesium as compared with others. 
The entire cotton plant, tobacco leaves, potato tops, toamto tops, buckwheat 
plant, and sugar cane leaves are all relatively high in magnesium, and these crops 
require an adequate supply of available magnesium for optimum growth. 
These are among the crops showing the greatest response to magnesium added 
in fertilizers. 


CARBONACEOUS AND PROTEINACEOUS PLANTS 

Attention might be directed to the relatively small amount of calcium in the 
carbonaceous parts of plants such as seeds, roots, and tubers, and also to the fact 
that the amount of magnesium in seeds and tubers is nearly always greater than 
the amount of calcium. 

The data in table 2 giving the solubility of different nutrient compounds may 
be of value in considering the carbonaceous and proteinaceous crops. It is 
generally accepted that production of carbonaceous plants is associated with 
a relatively large supply of available potassium. Since the production of car- 
bonaceous material is the result of carbon dioxide assimilation, the solubility of the 
bicarbonates and the carbonates of potassium and ammonium as compared with 
the solubility of calcium carbonate might be of interest. It is not probable that a 
relatively large quantity of calcium bicarbonate would exist in any system in 
plants, because the conditions would very likely be favorable for the formation 
of calcium carbonate or other relatively insoluble calcium compounds. The data 
in table 2 suggest that it may not be possible to maintain an ample supply of 
carbon dioxide for maximum assimilation when excessive amounts of calcium 
are present within the plant, as insoluble calcium carbonate may be formed. In 
the presence of relatively large quantities of calcium, the nitrate and chloride 
are the only common nutrient anions that would be readily soluble in combina- 
tion with calcium, and therefore, the synthesis of proteins might bo relatively 
greater than the synthesis of carbohydrates where a limited supply of carbon 
dioxide is available. The relative quantities of carbon dioxide and nitrogen 
available to plants may determine the differential in the synthesis of carbona- 
ceous or proteinaceous materials, depending upon the relative quantities of anions 
of these nutrients available for photosynthetic reactions. It is observed that 
many of the plants or tissues that are Mgh in calcium are also high in chlorine. 
This relation might be expected, as the nitrate and chloride are the only common 
nutrient anions that would maintain a large supply of soluble calcium in the 
nutrient medium. Oxalates and pectates tend to precipitate the calcium and 
immobilize it in the plant. Magnesium carbonate is 10 times as soluble as 
calcium carbonate, and magnesium hydrogen phosphate is about 15 times as 
soluble as the calcium hydrogen phosphate. 

The accumulation of magnesium and phosphorus in the seed and other storage 
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magnesium and phosphorus in reproduction and growth. This relationship 
suggests the necessity of an adequate supply of magnesium for the eflSlcient 
utilization of phosphorus by plants. Plants have apparently developed some 
mechanism for excluding excessive quantities of calcium from seed and other 
storage tissues concerned with reproduction. It is probable that magnesium 
phosphate is the most stable phosphate compound that could be assimilated by 
the energy available to most seedling plants. The quality of energy resulting 
from respiration and oxidation processes would not be sufficient to assimilate 
phosphorus readily in as stable a compound as calcium hydrogen phosphate. 
The energy values involved in such reactions have been presented by Cooper 
et al. (8, 11) for certain nutrient compounds. It is noted from the free energy 
decrease values (8, 9, 10) calculated from normal electrode potentials and the 
discharge potential of phosphoric acid that the energy required for the de- 
composition of calcium hydrogen phosphate is 4.20 equivalent volts. This is 
equivalent to 2939 A., or the shorter ultraviolet wave in sunli^t; whereas the 
corresponding energy required for the decomposition of magnesium hydrogen 
phosphate is 3.25 volts, equivalent to 3798 A., or the longer ultraviolet wave 
length of sunlight. The quality of the energy from respiration and oxidation 
processes of the stored organic constituents in seeds would probably be hi^ 
enough for the assimilation of magnesium hydrogen phosphate, but not for the 
efficient assimilation of calcimn hydrogen phosphate. Seeds and reproductive 
tissue are usually relatively high in magnesium and phosphorus. The partial 
exclusion or the limiting of the quantity of calcium in seeds and other tissues 
concerned with reproduction may be effective in supplying the seedling plant 
with a portion of the phosphorus needed for growth in less stable state than cal- 
cium hydrogen phosphate. It has been said that an abundance of potassium 
ions is required for the production of carbonaceous crops. The solubility values 
included in table 2 might suggest that the availability of the carbonate ions is the 
most important factor in determining the production of carbonaceous materials. 
Other ions of the alkali metals such as rubidium and sodium, and also the am- 
monium ion in some cases, may be about as effective as potassium in maintaining 
an adequate supply of available carbonate ions. The low solubility of calcium 
carbonate and other nutrient salts of calcium, with the exception of nitrate and 
chloride, may be the determining factor in the production of proteinaceous 
materials in the presence of a large amount of calcium. 

Certain of the lower forms of plant life have the capacity to utilize atmospheric 
nitrogen. All higher forms of plants have lost this capacity, but they have de- 
veloped a more important function, the ability to synthesize carbonaceous or- 
ganic materials, which requires a higher energy level than does the synthesis of 
proteinaceous materials. The production of lignin, which allows expansion of 
plants to a great size and increases surface areas that are capable of photosyn- 
thesis, was one of the great advances in the evolution of plants. 

Since a higher quality of light energy is required for the synthesis of carbona- 
ceous materials than for the synthesis of proteinaceous materials, this may have 
been one of the important factors influencing the direction of the evolution of 
plants. 
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As magnedum is the strongest metallic nutrient that can be readily assimilated 
in the presence of the relatively energy-stable anions such as phosphates and 
carbonates, an adequate supply of available magnesium will be necessary if 
plants are to make the most efficient use of the stronger amons in photosynthesis. 
The efficient assimilation of calcium by many plants will be favored by having 
some of the nutrient calcium available in combination with weaker auions or 
anions less stable to li^t energy than are carbonates and phosphates. 

MAGNESIUM IN FERTILIZER 

As the availability of magnesium to plants is determined by a number of 
factors, it is not always possible to know under what conditions it is advisable to 
add magnesium to the fertilizer. Deficiencies of magnesium in plants may be 
due to a number of conditions such as insufficient supply in the virgin soil, 
insufficient rate of solubility, enhanced leaching through additions of anions 
forming soluble magneMum compounds, and insufficient rate of absorption due 
to selective absorption of the stronger nutrient cations such as K, Na, Ca, or NII 4 . 

Soil areas in which the supply of magnesium is inadequate are usually associ- 
ated with regions of relatively heavy precipitation and leaching. Light sandy 
loams in the humid areas are most likely to be deficient in magnesium. Huch 
soils usually have a favorable physical condition and when heavily fertilized 
produce a high yield of many crops, particularly vegetables. Heavy applica- 
tions of fertilizer add large quantities of sulfates, chlorides, and sometimes 
nitrates to the soil. These anions form soluble salts with magnesium and thus 
favor the leaching of magnesium from the soil. The data in table 2 show that 
the solubility in grams of anhydride per 100 gm. of cold water is 26.0°, 36.3, 
42.33 for magnesium sulfate, magnesium chloride, and magnesium nitrate, re- 
spectively. Bower and Turk (4) have reported that there may be a deficiency 
of available calcium and magnemum in alkali soils with high content of salium. 
Since the soil they worked with contained a high content of 00$ and IICO 3 ions, 
it is probable that conditions were favorable for the formation of relatively 
insoluble calcium and magnesium carbonates, which may result in a relatively 
low availability of these nutrients to plants under such soil conditions. 

The mmeral compoation of a wide variety of crops, as shown in tables 8,4,5, 
and 6 , definitely suggests that there is a selective absorption and utilization of 
stronger nutrient ions. The selection of ions by many plants can be correlated 
with the intensity factor of energy as measured by normal electrode potentials of 
certain metallic nutrients included in table 1 . Since the intensity factor of 1.55 
volts for magnesium is far below the normal electrode potentials of the stronger 
nutrient ions such as K, Na, and Ca (2.92, 2.70, and 2.50 volts, respectively), it 
is logical to expect that the stronger ions would be selectively absorbed by most 
plants. Evidence for such selective absorption of nutrients hasjbeen presented 
by Beeson ( 1 , 2 ), Brooks (3), Carolus (5), Chapman ( 6 ), Collender (7), Cooper 
ei ol. (8, 9, 12, 13, 14), Cooper and Blink (15), Ponder (16), Gamer (17), Hoagland 
et (d. (jsi, 21 , 22 ), Marshall (28), and Osterhaut (31). It seems that the most 
satisfactory way to study the conditions influencing the selective absorption of 
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nutrients is first to consider the properties of nutrient ions which would determine 
selective absorption in a wide variety of plants, and then to consider the char- 
acteristics of certain plants which may modify or counteract the inherent char- 
acteristics of certain ions which influence the rate or intensity of ion absorption 
by plants. As already pointed out, Goldschmidt (18) has drawn attention to 
the fact that the segregation and combination of elements into compounds in 
nature is correlated with such characteristics as radii of ions and the free energy 
of oxidation of electropositive elements. He has also shown that the associations 
of different elements in soil minerals may be reflected by the ash analysis of the 
plants grown on the soil. 


TABLE 6 


Approximate antourUe of important plant nutrients in dry matter of certain crops 


CROP 


POUNDS PER ACRS IN SINGLE CROP 


N 

PjOs 

X,0 

CaO 

MgO 

Cotton plant 

90.0 

30.3 

58.8 



500 pounds lint 

1.0 

0.6 

3.2 j 



1000 pounds seed 

37.0 

14.5 

12.2 

1.8 

4.9 

3000 pounds stalks 

52.0 

15.2 

38.4 I 

57.6 

20.4 

Tobacco, 1000 pounds loaves 
(fluo-cured) 

40.0 

6.4 

26.5 


9.2 

Cereal grains 

26.0 

12.0 

7.0 



Stover and straws 

17.0 

6.0 

29.0 


5.0 

Grass hays 

30.0 

11.8 

45.0 

16.6 

8.4 

Legume hays 

86.0 



mSm 

16.0 

Roots and tubors 

35.0 


mSSM 



Leafy vegetables 

38.0 




mm 

Average for all crops 

45.25 

14.81 

45.66 

27.44 

10.45 

Per cent of KiO 

99 

32 


60 

23 


Attention has already been directed to the fact that nature has provided plant 
cover for virtually every normal soil condition where suflScient moisture is 
available. It therefore appears that plants have acquired particular mechanisms 
for absorption and assimilation, depending upon the specific combmations of 
nutrients in the soil complex. The net result is a differential in the selective 
absorption of specific groups of nutrient ions with valence sheUs isodectronic 
with such inert gases as neon, argon, or krypton, as data presented by Cooper 
and Blink (15) mi^t suggest. 

The principal chemical elements in the dry matter of some important groups of 
crop plants, mcluded in tables 5 and 6, show intCTesting relationships. The 
fact that such 'materials as potato tops, cotton plants, buckwheat, tobacco 
leaves, and sugar cane leaves are relatively high in magnerium and tiiat these 
crops are usually rdatively high in carbonaceous compounds would indicate that 
magnesium may be closely associated with the assimilation of the carbonate ion. 
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The relatively low calcium content of seeds, tubers, and other highly carbona- 
ceous materials suggests that some exclusion mechanism must be operating to 
prevent the accumulation of large quantities of calcium in seed or other tissue 
concerned with germination and growth of seedlings or young plants. The 
magnesium content of seed and certain other reproductive tissue very often 
exceeds the calcium content. There seems to be a positive correlation between 
magnesium and phosphorus contents of seeds. These data suggest that ma^e- 
sium phosphate is the most stable phosphate that could be readily sjrnthesized 
by the quality of energy available from respiration and oxidation processes in 
stored organic materials determining seedling growth. If large quantities of 
calcium were present in the seed, most of the phosphorus would tend to form the 
very energy-stable calcium phosphate, and the quality of the energy from respir- 
ation and oxidation necessary for germination and seedling growth would not be 
adequate for the efficient assimilation of phosphorus in the stable calcium phos- 
phate form. 

To conform with fertilizer terminology, the metallic nutrients are reported in 
out table 6 as oxides rather than as elements. It is often possible, however, to 
present the relative requirement for the different nutrients more clearly by 
expressing chemical composition in terms of elements. 

A ton of dolomitic limestone broadcast per acre may supply the magnesium 
requirement of most crops for several years. As pointed out by Macintiro 
(27), the addition of calcitic limestone may aggravate magnesium deficiency 
of plants in certain soils. The use of dolomite in the production of nonacid- 
forming complete fertilizers will usually meet the annual requirement of magne- 
sium for most crops, particularly those with a long growing season. 

For rapid-growing diort-season crops with a relatively high magnesium re- 
quirement, such as potatoes, tobacco, cotton, and certain leafy vegetables (table 
5), it is usually desirable to add soluble magnesium compounds to the soils. An 
annual application of the equivalent of 20 to 30 pounds of magnesium oxide per 
acre in soluble magnesium salts is usually sufficient to supply the aimual magne- 
sium requirement of most crops. In humid regions, more frequent applications 
may be desirable, as the soluble magnesium salts may be readily leached from the 
soils. 


SUMMARY 

Magnesium is a constituent of chlorophyll and is apparently an active agent 
in the synthesis of carbonaceous materials from carbon dioxide. 

The distribution and the availability of magnesium in soils are influenced by 
the segregation and concentration during the geochemical evolution of the globe. 
Important properties determining the distribution are the characteristics of the 
valence electronic shells and the free energy of oxidation and the radii of ions 
capable of readily entering into particular crystalline structures of soil.minerals. 

Since there is plant cover for virtually every normal soil where sufficient water 
is availablo, it is logical to assume that plants adapted to the different combina- 
tions of minerals will possess a differential in their absorption characteristics 
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which would enable some types of plants to grow successfully on soils with 
various combinations of nutrient materials. 

Since the characteristics of the valence electron diells influence the activity 
of ions, those interested in the mineral nutrition of plants should give careftil 
consideration to some of the well-established measures of the intensity factor of 
energy detennining the relative activity of ions such as normal electrode poten- 
tials and ionization potentials of nutrient materials. 

The ionization potentials present an ion series which may be helpful in pre- 
dicting the release from soil colloids and the availability of atomic ions in soil 
complexes. This series suggests that the intensity of removal of atomic ions 
probably decreases in the following order: K, Na, Ca, H, Mg, Mn, and Fe. 

Chemical analyses of a large number of plants grown over a wide range of 
conditions ^ow that there is a very close correlation between the normal 
electrode potential, which is a measure of ion activity, and the mineral content 
of plants. These data may be considered as illustrating the general tendency for 
plants to absorb ions selectively according to relative strength rather than the 
relative concentration of ions in the nutrient medium. 

The many deviations from the average chemical analysis presented suggest 
that the particular characteristics of certain plants may result in a differential 
in tlie selective absorption of combinations of nutrient ions whereby the plants 
become adapted to certain environmental conditions. In order to deteimine 
the factors affecting the selective absorption of nutrients, it will probably be 
necessary to consider properties of the ions in relation to the particular absorp- 
tion characteristics of various groups of plants. 

The partial exclusion or limiting of the strong calcium ion in seeds, tubers, 
roots, and other tissues concerned with reproduction suggests that plants possess 
some exclusion mechanism which prevents the accumulation of large quantities 
of certain strong ions which mi^t depress seedling plant growth. 

The relatively high content of magnesium and phosphorus in seeds suggests 
that magnesium may be the strongest cation which could be utilized in com- 
bination with phosphorus and give sufficient assimilation of phosphorus in the 
seed for normal growth of seedling plants. The quality of free energy decrease 
in the respiration and oxidation processes of the stored organic materials in 
seed would not be high enough for ready assimilation of phosphorus in a com- 
poimd as stable as calcium hydrogen pho^hate, which would require energy 
equivalent to the shorter ultraviolet wave length in sunli^t. The quality of 
the free energy decrease in respiration and oxidation processes of oiganic com- 
pounds in seeds would very probably be as hi^ as ^e discharge potential of 
magnesium hydrogen phosphate, which is equivalent to the longer ultraviolet 
wave in sunli^t. 

The production of highly carbonaceous plants has been associated with an 
abundant supply of potastium; and the production of proteinaceous materials, 
with a relatively large quantity of calcium in the nutrient cmnplexes. The 
relative quantities of carbon dioxide and nitrogen available to plants may de- 
termine the differential in the synthesis of carbonaceous and proteinaceous 
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materials, depending upon the relative quantities of these materials available 
for photosynthetic reactions. 

Since most plants selectively absorb the stronger nutrient, the magnesium 
content usually ranks third or fourth in quantity of metallic nutrients in plants. 
The stronger nutrient ions in the nutrient complex may definitely influence the 
solubility as well as the absorption of the relatively weaker magnesium ion. 

In the metallic content of plants in humid cKmates, magnesium is exceeded 
only by potassium and calcium, which suggests that magnesium may be the 
next metallic nutrient that should be generally included in mixed fertilizer where 
heavy applications of fertilizers are common and relatively heavy yields of 
vegetative crops are expected. It is very probable that a deficiency of mag- 
nesium available to plants is a limiting factor in crop yields on many humid soils. 

Crops containing a relatively large quantity of magnesium, such as potatoes, 
cotton, tobacco, tomatoes, and other vegetables, often give a marked response, 
as indicated by 3 delds, to applications of magnesium in mixed fertilizers. The 
addition of large quantities of sulfates, chlorides, or nitrates will increase the 
solubility of magnesium in the soil and result in a heavy loss of magnesium 
through leaching in regions with high rainfall. 

A broadcast application of dolomitic limestone may supply the magnesium 
requirement for a number of years. In the production of high-yielding crops 
with a short growing season such as tobacco, cotton, potatoes, and certain 
vegetables, the addition of the equivalent of 20 to 30 poimds per acre of mag- 
n^um oxide in soluble magnesium salts will usually satisfy the annual magne- 
sium requirement on most soils. 
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MAGNESIUM IN CITRUS FERTILIZATION IN FLORIDA 


A. F, CAMP 

Ciirm Experiment Station, Lake Alfred, Florida 

The magnesium requirement of plants is well known, and the use of magnesium 
as a fertilizer constituent is not new. Its general use in large areas, however, 
has come about only in recent years, mainly because the well-established belief 
that nitrogen, phosphorus, and potash constituted a complete fertilizer induced 
considerable resistance to the idea that other elements might play a part in the 
fertilizer picture. Much of the earlier work on fertilizers apparently was done 
on soils in which magnesium, copper, zinc, and other of the so-called “minor 
elements” were present in adequate amounts or to which sufficient amoimts of 
these elements were supplied as impurities in the fertilizer materials xised. 

Some 50 years of experimental work on fertilizers in Florida and particularly 
on citrus was based on the presumption that only nitrogen, phosphorus, and 
potash wei-e necessary, and the fact that materials being used in compounding 
the fertilizers contained other elements of value was generally overlooked. 
Bone meal, low-grade sulfate of potash, kainit, and wood ashes were favored 
materials; the fact that the outstwding results obtained by their use were due 
primarily to magnesium was unrecognized until recently. Not only were 
magnesium-containing materials favored in making fertilizer mixtures, but 
many of the companies also offered soil-corrective mixtures which contained 
wood a^es, hydrated dolomite, and other magnesium-bearing materials. Thus, 
the value of magnesium was recognized indireetly long before its use was ra- 
tionalized. Exaggerated ideas as to the value and effects of potash developed, 
and many of these corrective mixtures contained potash materials that were 
supposed to accomplish results which we now know were due, not to the potas- 
sium in the mixture, but to the magnesium incidentally included. It may be 
said, therefore, that it is not the use of magnesium in citrus fertilization in 
Florida tliat is new, but only the understanding of its importance and its ra- 
tionalization as an integral part of the fertilizer recommendations. The wide- 
spread use of magnesium as a recognized constituent of citrus fertilizers dates 
only from the middle thirties, but its use as an impurity in bone meal, potash, 
and wood ashes goes back to the beginnings of citrus fertilization in Florida 
when these materials were all part and parcel of the fertilizer program. 
Peculiarly enough, it was the introduction of new and purer materials that 
operated to force the recognition of magnesium. 

StA.GNESIUM DBI'ICEENCy OF FLOEIDA SOILS 

Magnesium has always been deficient in the sandy soils of Florida and in 
many of the calcareous soils also. Some of the soils first used for citrus were 
higher in magnesium than are those commonly used today. This, together with 
the widespread use of magnesium-bearing fertilizer materials, produced excellent 
citrus. The soils planted in later years were deficient in magnesium in the 

43 



44 


A. F. CAMP 


virgin state, and this deficiency combined with the gradual elimination of the 
magnesium-beaiing materials brought on a general state of deficiency in the 
twenties and thirties which had a terrific impact on the production of citms 
in Florida. In 1937 and 1938, Peech (8)^ found that in the virgin stale the 
ordinary Norfolk light sand which supported either pines or scrub oak commonly 
had about 10 pounds of exchangeable plus soluble magnesium per acre 6 inches 
and frequently had less; moreover, the total magnesium in such soils was also 
extremely low. Grove soils had a somewhat higher magnesium content than 
the virgin soils, because growers had been using bone meal and potash materials 
bearing some magnesium, plus some dolomite and magnesium sulfate. As the 
use of the latter two materials was new, however, the grove soils usually con- 
tained far too little magnesium to prevent the development of magnesium 
deficiency. Such light soils should contain about 80 pounds of exchangeable 
and soluble magnesium per acre 6 inches, whereas grove soils commonly con- 
tained less than 60. The magnesium content of the better sands was somewhat 
higher, but this was offset in a considerable degree by the higher calcium content, 
which as will be pointed out later, tends to offset the absorption of magnesium. 

The calcareous soils in the coastal regions usually show a higher content of 
magnesium than do the sandy soils, but this is largely offset by the extremely 
high exchangeable and soluble calcium. As a result, magnesium is commonly 
deficient even on these soils and must be added in the fertilizer program. It 
was found that for citrus, in general, the ratio of exchangeable calcium to ex- 
changeable magnesium ought to be within the range of 5/1 to 8/1, whereas the 
calcareous soils commonly have a ratio of 10/1 or 12/1, and some have a much 
higher ratio. Scarcely any grove soils in Florida have an adequate supply of 
available magnesium for citrus. In table 1, compiled from data by Peech (8), 
are given a few analyses of Norfolk soils, in which the virgin soil is compai*ed 
with the soil in the adjacent grove, and also the maxima, minima, and averages 
for 55 samples taken from groves. In this latter group the average exchangeable 
plus soluble magnesium content was 39 pounds per acre 6 inches. Since the 
Norfolk is by far the most widely used soil series at present, it is evident that 
magnesium has indeed been deficient in grove soils. 

Magnesium deficiency of citrus is not limited to Florida by any means. Prob- 
ably the first report on the deficiency was from Brazil by Avema-Sacca in 1912. 
It has been reported from Australia and imdoubtedly from other areas and ob- 
served by the writer in Jamaica, Trinidad, and Argentina. 

As a basis for judging the magnesixim requirements of citrus it may be said 
that the foliage contains only about two thirds as much phosphorus as magnesium 
and the fruit about three fourths as much magnesium as phosphorus [see Pudge 
(4, 6)]. Thus the magnesium requirements are at least equal in importance to 
the phosphorus requirements. Magnesium can hardly be classed as a minor 
element, therefore, but rather must be grouped with the so-called major elements. 
Since the soils used for citrus in Florida are about equally deficient in the two 

1 Only papers of particular interest are listed in this paper, since extensive bibliographies 
already have been published (see references 1 and 3). 
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elements, it is easy to see that the heavy applications of phosphorus used in 
the past, without additions of magnesium, were illogical. 

MAGNBSITTM-DEFICIENCY SYMPTOMS 

The ssmiptoms of magnesium deficiency in citrus have been described in 
detail by Camp and Fudge (1) and by several others but will be briefly reviewed 
here together %vith a discussion of more or less corollary troubles. 

Trees deficient in magnesium and carrying a crop of fruit show a yellowing 
of the leaves during the late summer and early autumn. These yellow leaves 
start to fall once the magnesium is thoroughly depleted. Following drouth 
damage or cold injury in the autumn or winter, the leaf fall may be veiy rapid. 
As a result, the fruit is left exposed on defoliated twigs and may be injured by 
sunburn. A much more important factor is a marked reduction in fruit growth 
and in the development of sugar and vitamins, because there are no leaves to 
supply the necessary materials. This results in undersized fruit with low food 
value and markedly poor taste. Defoliated twigs commonly become infected 
by various fungi and they die back, necessitating heavy pruning after the crop 
is picked. There is a concordant reduction in the active root system and this 
may tend to reduce the intake of other elements and intensify other deficiencies. 
As previously reported by Camp (3), zinc deficiency is a common concomitant 
of such root damage, whether it be due to magnesium deficiency or other causes. 
It was not vmcommon in the earlier days to find trees suffering acutely from 
magnesium deficiency and also showing marked deficiencies of both zinc and 
copper on soils fairly adequately supplied with the latter two elements. When 
such trees were supplied with adequate amounts of magnesium, most of the 
symptoms of the other deficiencies disappeared. Fudge was able to confirm, 
by leaf analyses, the increased absorption of copper by improved root systems 
following correction of magnesium deficiency. 

Another result of magnesium deficiency thoroughly discussed by Fudge (4) 
is alternation in production, which is particularly apparent in the very seedy 
varieties but w'hich holds in some degree for all varieties. This is brought about 
primarily by the fact that the acutely deficient trees lose so much young wood 
and foliage in the year of heavy cropping and put on so little additional growth 
during the spring and summer that after the crop has been removed and the 
tree pruned little wood of recent origin is left. It is this type of wood which 
produces bloom during the following spring. The net result is that the tree 
produces vegetative growth from the older wood the year following a heavy crop 
but produces little or no fruit. It should be mentioned, however, that thi 
alternation is not strictly a tree function but, rather, is localized in the parts 
of the tree bearing a heavy crop. If one large limb on an otherwise heavy- 
bearing tree has little or no fruit, it may grow normally during the season and 
in turn produce a crop the following year. Thus, while magnesium is appar- 
ently transferred fairly readily from one twig without fruit to an adjacent twig 
with fruit, it is not transferred to any great degree from one sizeable limb to 
another. The exact details of the sizes and distances involved have not been 
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worked out in this connection, but the phenomenon is common in the field. It 
is not unusual, for example, to see a tree with extremely j^'cllow leaves and a 
heavy crop on all but one limb, w’hich mil have verj^’ green leaves and no fruit; 
conversely, one limb may be bearing a heavy crop of fniit and yellow loaves 
while the remainder of the tree is green, vigorous, and without fiuit. 

Symptoms associated with magnesium deficiency which arise, in all prob- 
ability, from the debilitated condition of the tree are greatly increased sensitivity 
to cold and drouth, small fruit of poor quality, reduced tree size duo to extemsive 
loss of wood, intensification of other deficiencies, and a marked reduction in 
average production. Considerable has been published in connection with the 
effects of magnesium deficiency on production, but in many of the earlier experi- 
ments there were other limiting factors which affected the results. In our 


TABLE 2 

Relativ e 'production of fruit by two seedy grapefruit plots^ one deficient in magnesium and the 
other with a partial supply of magnesium 

Trees alike in 1937, and all other needed elements supplied equally to both siiu^c that tiiuo 


TREATMENT 


No magnesium 

Magnesium supplied. . 





mUlT PRODUCTION 



1938-39 
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1940-41 

1941H2 
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1911- IS 

19 IS- If, 
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4635 
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5411 
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experiments, however, we have some clear-cut comparisons in which all of tho 
needed elements except magnesium were supplied and the trees Avcrc accurately 
comparable in all details, including exposure to cold and drouth. Table 2 
gives the production record of two such plots, which are typical of some of 
these experiments. The trees in these two plots were as nearly alike as possible 
in 1937, when they were deficient in manganevsc, copper, zinc, and magnesiutn. 
Stalling in 1937 they have had exactly the same treatment except that one plot 
received no magnesium and the other received about half tho normal rotiuiro- 
ment, supplied in the form of magnesium sulfate. Tho voiy larg(‘ dilTorcntinl 
in production that has developed is not unusual and indicates tho very l>onolici{il 
effects of magnesium applications on deficient soils. 

DISTEIBXTTION OF MAGNESIUM IN PLANT 

The chemistry of magnesium deficiency in citrus has been extensively inves- 
tigated by Pudge (4, 5). The citrus tree has a fairly high requirement for 
magnesium, particularly as a constituent of the seed in the fruit. For seedy 
varieties of grapefruit, Fudge has found that if a tree has an adequate supply 
of magnesium, the dry matter of the leaves will contain about 0.3 per cent Mg, 
whereas the dry matter of the whole fruit will contain about 0.12 per cent and 
that of the seed alone, 0.19 per cent. The seeds, which represent about one 
tenth of the diy matter of the fruit, thus contain about one fifth of the magnesium 
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in the fruit. These figures are approximations, since there are considerable 
variations at different seasons, especially in the leaves. Fruit from Marsh 
Seedless grapefruit contained less magnesium, because of the reduced amount 
of seed. It is a curious anomaly, however, that Marsh Seedless on a magnesium- 
deficient soil commonly suffers less from magnesium deficiency than do the 
seedy varieties, but at the same time, because of its higher production, it removes 
more magnesium from the soil. Fudge explains this as due to the difference in 
the method of fruiting, but considerable recent evidence indicates that Marsh 
Seedless produces more vigorous root system with more ability to collect 
magnesium. 

The mechanism by which the deficiency operates, as developed by Fudge (4), 
is of interest. The magnesium in the leaves is translocated to the nearby fruit 
during the summer and fall while the fruit is developing rapidly. Ultimately 
the leaves become so low in magnesium that they drop. Thus a leaf formed 
coincident with bloom in the spring may yellow and fall by August or September 
instead of remaining on the trees for the normal 2| to 3 years. This condition 
is, to a considerable degree, localized in the nrighborhood of the fruit. For 
instance. Fudge found, on the same tree, that green leaves on branches without 
fruit contained 0.15 to 0.2 per cent of magnesium in the dry matter while yellow 
leaves in the vicinity of tho fruit contained from 0.013 to 0.017 even though they 
had contained as much as 0.2 per cent magnesium in the spring. The symptoms 
found in the fall are thus due to removal of magnesium from the leaf rather 
than to an initial acute shortage of magnesium which affected the growth of the 
young leaf, as is tho case in deficiencies of manganese and zinc. Fudge (5, 6), in 
attempting to establish a basis for foliar diagnosis in the spring while the leaves 
wore normal in appearance, found that if the magnesium content of the dry 
matter of the leaves close to the fruit was 0.35 per cent or higher in the sprii^ 
and magnefaium was used as recommended in the summer fertilizer, no magne- 
sium-deficiency symptoms would develop in the faU, but, if the content was 
below 0.2 per cent, magnesium deficiency could be expected if only the recom- 
mondal amount of magnesium was used in the summer and cropping was only 
light. 

lioed and Ihuis (9) working with sand cultures showed what is apparently 
a transloc/ation of magnesium from old leaves to developing leaves of a succeeding 
flush of growth. This is sometimes seen in the field but is not so pronounced as 
the effect brought on by translocation to the fiuit. In only a few instances has 
a pronounced deficiency of magnesium in new leaves boon noted in the field in 
Florida. In tho literature on other plants, mention is made of this relationship 
to fruiting, though some reports point out that the older leaves develop the 
deficionty symptoms. We would presume from our experience that this is due 
to the translocation of magnesium to younger leaves. 

COKRBCTION OF MAGNESIUM DEPrCEENCT 

The extensive use of magnesium to correct the deficiency of this element in 
Florida started in the mid-thirties. Dolomite and commercial magnesium 
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sulfate (calcined Kieserite) were the materials primarily used at that time. It 
was found that applications of dolomite on acid soils (pH 4.5 to 5.0) failed to 
give good results in the first year but effected a marked improvement in the 
trees the second year, whereas the use of the soluble foim gave good results 
almost immediately. As a consequence, a program was developed for the acid 
soils in which both materials were used to supplement each other. As a result 
of work by Peech (8), it was found desirable to raise the pH of the soil once a 
year to about 6.5 to 6.0. Dolomite was suitable for this purpose, since it not 
only raised the pH slowly and not too high but it also furnished magnesium. In 
these studies it was found, however, that dolomite alone* was not adequate as 
a source of magnesium and that some soluble magnesium had to be used to 
supplement it. In studying the less acid soils (pH 6.0 to 8.5) it was found that 
dolomite gave little or no result, and soluble magnesium had to be depended 
upon almost entirely. As the pH of the soils in the commercial groves and 
experimental plots on the acid soils was raised, dolomite became progressively 
less valuable as a source of magnesium. Jamison® showed that dolomite reacted 
with the soil very slowly at a pH of 6.0 or higher and that the presence of calcium 
in both the dolomite and the superphosphate used in the fertilizer reacted 
against the development of available magnesium in the soil from dolomite and 
other water-insoluble magnesium compounds. It should be noted in this con- 
nection that these sandy soils are very light and have little buffer capacity; 
consequently, contact with particles of dolomite is poor and there is little acid 
to react with it. Fudge (7) had also shown that there is a marked antagonistic 
action between Ca and Mg and K, and that high calcium effects a reduction in 
the amoimt of magnesium and potash absorbed. Since both potash and calcium 
are extenavely used in citrus fertilizers, it is important to supply large amounts 
of magnesium in an available form to balance the nutritional supply. There 
has been a tendency to the overuse of dolomite, with the result that the pll of 
the soil in many groves is higher than that recommended (pH 5.5 to 0.0). This 
has tended to reduce the effectiveness of both the dolomite and the other in- 
soluble forms of magnesium such as the oxides. Jamison has shown that a 
material of this type, which will release 80 per cent of its magnesium in an 
exchangeable form in a sandy soil at a pH of 5.0, may release no more than 80 
per cent of its magnesium in the soluble or exchangeable form when it is applied 
to a similar soil at pH 6.0, and even less in a soil of still higher pH. 

The recommendations of the experiment station originally called for a certain 
percentage of soluble magnesium (in relation to N) in the fertilizer. Wlion 
magnesium from water-insoluble sources was substituted for the soluble sulfate, 
however, the trees on soils with a pH of about 5.6-6.0 frequently failed to obtain 
sufficient magnesitim and cases of mild magnesium deficiency have become com- 
mon. This has served to focus attention strongly on the importance of soluble 
magnesium in the fertilizer for Florida citrus, whether the soluble magnesium 
is obtained from magnesium sulfate, from sulfate of potash-magnesia, or by 

» Unpublished studies by Vernon C. Jamison, Soils chemist, Citrus Experiment Station, 
Lake Alfred, Florida. 
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the reaction of magnesium oxide or other water-insoluble forms in the base pile 
or in the complete fertilizer mix. Unfortunately in this connection, the custom 
in Florida is to mix magnesium-bearing materials with a cured nitrogen-phos- 
phorus base plus any other needed constituents. Since fertilizers in Florida 
are mosti}’' mixed to onler and are frequently applied within 2 or 3 days after 
they are mixed there is little chance for reactions to take place within the storage 
pile or bag. 

The question of magnesium sources must be related to the soil characteristics 
and to the fertilizer program follow^ed. In tight clay soils with high total 
acidity the intimate contact plus the strong buffer action may greatly increase 
the value of a material over that of the same material on a loose dry sandy soil 
of low buffer capacity. It goes without saying that cither an oxide or a carbonate 
must react with some acid material in order to produce a water-soluble form, 
and intimate contact with the acid constituents of the soil will produce a more 
rapid and complete transformation than poor contact. Where the soil is such 
that the conversion from water-insoluble to water-soluble is poor, then the 
necessity for supplying soluble magnesium in the fertilizer becomes great. 

This point has been emphasized because the shortage of soluble magnesium 
materials is acute at present and there has been a tendency to introduce a great 
many alternate forms, most of them water-insoluble. Too often these forms 
have been evaluated on the basis of their percentage of total magnesium without 
due regard to the soil and 'fertilizer factors involved. The basic difiSculty 
involved in the conversion of water-insoluble forms within the soil seems to 
revolve around the fact that as the pH approaches and passes 6.0 the rate of 
reaction and the percentage converted are greatly diminished, the diminution 
for any particular material varying with the physical and chemical state. None 
of such materials examined by Jamison so far have given a high rate of conver- 
sion above pH 6.0, whereas the calcium materials continued to react to a con- 
siderably higher pH. For citrus on Florida soils it seems necessary to use either 
a soluble magnesium material or to obtain the conversion from the insoluble 
to the soluble form within the fertilizer mixture. So far as Florida citrus growers 
are concerned, the use of magnesium in relatively large amounts is an established 
practice, and the important question today is: In what form is it to be applied? 
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MAGNESIUM NUTRITION OF APPLE TREES^ 

DAMON BOYNTON 
Cornell Umveisity 

Although in 1925 Wallace described the symptoms of magnesium deficiency 
of apple trees (16) on the basis of sand culture experiments, it was not until 
about 1939 that reports of magnesium deficiency in commercial apple orchards 
appeared in the literature. Among the earliest of such reports were those by 
Hill (8) in Quebec and Wallace (17) in England. Both workers based their 
diagnoses, not on responses to magnesium, but on the similarity of the symptoms 
to those produced by trees in sand cultures lacking magnesium and on the very 
low magnesium content of leaves from affected trees. In 1940, Kidson, Askew, 
and Chittenden (11) confirmed the work of Wallace and Hill, showing that leaves 
from apples trees exhibiting similar symptoms in the Nelson District, New 
Zealand, were imiformly lower in magnesiiun than were leaves from unaffected 
trees. The New Zealand workers also prevented the development of magne- 
sium-deficiency symptoms on branches of seriously affecLed trees by injecting 
epsom salts solution, but they failed to obtain response to soil amendments of 
magnesium compounds. Three years later reports from Massachusetts (13) 
and from Now York (2) indicated that magnesium deficiency was a commercial 
problem in some apple orchards of eastern United States. The diagnosis in 
New York was based not only on visible symptoms and chemical analysis but 
also on responses to liquid injections and to spray applications of epsom solu- 
tion.® But no clear-cut responses to soil applications of magnesiummaterials were 
at fii'St reported. In the course of these initial diagnostic studies and subse- 
quently, some progress has been made in our understanding of the symptoms 
of magneshrm deficiency in the apple, the soil and climatic conditions favoring 
its appearance, the orchard management practices aggravating the problem, 
and the most pi'omising control methods. 

VISIBLE STMTTOMS OB' MAGNESrOM DEBICIKNCY 

The fh'st visible evidence of magnesium deficiency in apple trees is a fading 
between the large veins of the older leaves on some shoots or spurs. The faded 
areas may turn very pale yellow and remain so for some time, or they may 
scorch rapidly; in either case, necrotic brown “blotches” develop from them. 
Some of the dead areas between veins may remain as separate islands surrounded 
by green tissue, but many of them tend to coalesce as they grow in size, and 
where they grow together at the leaf margin may produce a marginal leaf scorch 
indistinguyiable from that resulting from potassium deficiency in its later 
stages. There are apparently varietal differences in the degree of yellowing 

‘ Paper presented at the meeting of the American Chemical Society, Division of Ferti- 
liser Chemistry, Chicago, Dlinois, September 10, 1916. 

* Helpful advice on concentration and timing of sprays was given by H. Hill, Central 
Experiment Farm, Ottawa, Canada. 
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prior to necrosis. The leaves of some varieties, among them Red Delicious, 
Golden Delicious, Cortland, and Melba, seem typically to fade to pale yellow 
between the veins and at the margins before showing much necrosis. Other 
varieties, including McIntosh, Baldwin, and Fameuse, may develop dead blotches 
in leaves that a few days before appeared altogether normal. It is also likely 
that weather, spray practices, and nutritional conditions influence the way in 
which the symptom patterns develop. 

The older, basal leaves on shoots and spurs are usually affected first, and as 
the season progresses the injury appears on the younger leaves. Those flrst 
affected may shrivel and drop, and as a result by late summer shoots on which 
the symptoms developed early may be defoliated except for a few leaves near 
their terminals. Fruits on such branches tend to be small, to be poor in quality, 
and to drop prematurely. 

The degree to which ^e symptoms develop on an affected tree varies greatly. 
Only a few branches may be affected, or the whole tree may be rather uniformly 
scorched and defoliated. There is likely to be great variation in the develop- 
ment of the injury within an affected orchard; some trees may be badly injured, 
whereas others may appear to be completely normal. There are also great 
variations in the severity of injury from year to year in the same orchard. 

In general, the earlier the symptoms develop, the greater is the loss of effective 
leaf surface to the tree by the end of the growing season. Under New York 
conditions young trees very deficient in magnesium may begin to defoliate in 
late June and may be virtually leafless by the end of August. Such trees make 
weak vegetative growth and probably cannot ever become productive. It is 
more common, however, for the first leaf blotch to become evident after vegeta- 
tive growth has stopped and flower initiation has gone on for some time (after 
mid-July in New York). Under these conditions, even though defoliation and 
leaf injury cause a serious loss of marketable fruit, there may be no stunting 
of vegetative growth or decrease in bloom the following year. 

Trees showing magnesium deficiency appear to be very sensitive to spray 
injuries. 


CHEMICAL ANALYSIS 

It has already been indicated that the magnesium content of apple leaves is a 
helpful index of the magnesium level of the tree. The relationship Ix'twcen 
magnesium analysis and presence or absence of deficiency symptoms has been 
studied in England, New Zealand, and the United States (2, 4, 11, 13, 18) and 
the results from those areas are in substantial agreement. When the magnesium 
content of mature apple leaves sampled in midsummer is above 0.40 per cent 
MgO or 0.25 per cent Mg (dry-weight basis), trees rarely show magnesium-de- 
ficiency symptoms. When the magnesium content is between 0.40 and 0.25 
per cent MgO, the leaf blotch symptoms may appear if other conditions, which 
will be discussed subsequently, favor their appearance. When the magnesium 
content falls below 0.26 per cent MgO (0.16 per cent Mg) leaf symptoms are 
likely to appear on some branches, regardless of other conditions. The per- 
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centage of magnesium in the ash of leaves is also low under deficiency conditions 
(9, 13, 18). 

Analysis of leaves for potassium as well as magnesium may be helpful in dif- 
ferentiating magnesium deficiency from potassium deficiency, in indicating the 
soil conditions associated with the development of the trouble, and in giving 
indication of the most suitable control measures. If little is known of the soil 
conditions in orchards apparently affected with magnesium deficiency, deter- 
mination of pH, exchange capacity, and exchangeable magnesium, calcium, and 
potassium at several depths may also be helpful. 

CONDITIONS AFFECTING THE OCCURRENCE OF MAGNESIUM 
DEFICIENCY OF API*lLE TREES 

Though Wallace (18) has found magnesium deficiency in apple orchards of 
England situated on soils both high and low in calcium, the reports from else- 
where have indicated that it is usually found in orchards on acid soils low in both 
calcium and magnesium and often low in exchange capacity. Under acid soil 
conditions the potassium status of the soil and potassium fertilization may in- 
fluence the magnesium nutrition of apple trees. Trees deficient in magnesium 
are high in potassium (as judged by their leaf content) even when replaceable 
potassium is rather low in the soil (2, 9, 11, 13, 18). Liberal potassium fertiliza- 
tion of trees on soils that are low in calcium and magnesium has been found to 
induce magnesium deficiency and/or to increase its severity (3, 8, 11, 13). There 
appear to be two reasons for this effect of potassium. It inhibits the absorption 
of magnesium by apple tree roots, and over a period of years it decreases the 
amounts of replaceable calcium and magnesium in the soil exchange mechanism 
(3). 

Broadcasting ammonium sulfate under apple trees and spraying or dusting 
them with sulfur have resulted in marked acidification of the soil under the spread 
of the branches (1, 3, 15). It is not uncommon in New York apple orchards for 
the pH of the surface soil under the trees to be close to 4, and to be rhore than a 
unit below that between the trees. This increase in acidity has resulted pri- 
marily from loss of replaceable calcium and magnesium (3) ; depiction of these 
nutrients in soils initially acid and low in exchange capacity may well be aggra- 
vating the problem of magnesium deficiency in some orchards. 

Nitrogen fertilization seems to some degree to decrease the prevalence and 
severity of magnesium deficiency in apple orchards. Obseiwations by Wallace 
(18) and by Hoblyn (10) in England and by Boynton and Compton (6) in the 
United States have indicated that magnesium-deficient trees under high nitro- 
gen fertilization show less leaf blotch than paired trees given less nitrogen fer- 
tilizer or none. Chemical analyses by Boynton and Compton (5) show a poritive 
correlation between leaf nitrogen and leaf magnesium in trees differentially fer- 
tilized with nitrogen. 

There is some evidence that heavy rainfall during the growing season may 
favor the development of magnesium-deficiency injury to apple leaves. Thus, 
HiU and Johnston (9) reported that the symptoms were particularly prevalent 
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in Quebec in 1938 following prolonged summer rains; Wallace (18) found the 
greatest development of symptoms in 1939, a year of large crop in which July 
rains were heavy in England; Boynton, Cain, and Compton (4) found mag- 
nesium-deficiency blotch to be more prevalent and severe in Now York apple 
orchards in 1942, a year of high rainfall, than in 1941 when rainfall was below 
normal. The New York workers sampled leaves from specific trees in 1 18 McIn- 
tosh apple orchards in July of both years and found the magnesium conh'nt was 
significantly lower in the year of high rainfall. Other climatic influence' may 
be involved but as yet have not been studied carefully. 

CONTEOL MEASTJEES 

A number of magnesium carriers have been applied to the soil in efforts to 
control magnesium deficiency of apple trees. More often than not, little or no 
benefit has been observed in the first year follomng treatment (2, 8, 11, 13, 17). 
If enough material was applied, partial recovery has usually been obborved in 
the second year after soil application (2, 6, 12, 14). But recovery has not al- 
ways been complete even after 3 years of rather heavy magnesium fertilization. 
The slow and sometimes incomplete recoveiy apparently results from failure of 
the roots to absorb enough magnesium to restore normal tree behavior. In some 
instances thorough mixing of the material with the soil and application on mulch- 
ing materials have seemed to improve intake and recovery (6, 14). 

The evidence on eflSicacy of the different carriers used under acid soil conditions 
is conflicting. Epsom salts, kieserite, salt water magnesia, magnesium carbo- 
nate, and dolomitic limestone have all caused improvement of trees sulTeriiig 
from magnesium deficiency (6, 12, 14) ; the limited tests made thus far do not 
permit ranking these materials according to effectiveness. Dolomitic limestone 
has, in some instances but not always, appeared to be slower in action than the 
other materials (6, 12, 14). ‘‘Fortification” of the dolomitic Ibneslone with op- 
som salts has sometimes but not always seemed to caube greater increase in leaf 
magnesium than dolomitic Umestonc alone (6, 14). The use of low-magnc'Hitim 
limestone has not benefited trees suffering from magnesium defi(‘i('ncy au<l in 
some instances has appeared detrimental (12). 

It seems likely that a fertilizer program designed to eliminate' magnesium 
deficiency m apple orchards will have to take into account the ('alcium stnl,us of 
the soil as well as its magnesium content. Where the soil is acid and low in cal- 
cium the use of dolomitic limestone along with other niagnesiuni carriers would 
seem to be advisable. Provision should be made, furthermore, to get^ a go(Kl 
deal of the limestone spread evenly under the trees where aciditication has been 
most rapid. On the other hand, where calcium is already high in the soil and 
acidity is low, as Wallace has suggested (18), dolomitic limestone, magnesium 
carbonate, and magnesium oxide probably should not be used. In either situa- 
tion, particularly where exchange capacity is low, potassium fertilizers should not 
be used unless there is direct evidence of potassium deficiency in the orchard, and 
in tither situation a relatively high level of nitrogen should be maintained in the 
trees. 
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Experiments in New York (2, 6), Massachusetts (14), and Maine (7) have in- 
dicated that sprays including epsom salts can be used as effective control meas- 
ures for magnesium deficiency of apple trees. When 20 pounds of epsom salts 
per 100 gallons of water was used by the Massachusetts and Maine workers in 
throe regular cover sprays including arsenicals and fungicides, commercial con- 
trol of the trouble was apparently attained without loss of effectiveness of the 
spray in controlling insects and diseases and without development of spray in- 
jury. In New York such a mixture of epsom salts with the summer arsenical 
and flotation sulfur spray in a Baldwin apple orchard caused severe defoliation in 
one year, apparently due to arsenical injury (6). Separate sprays of epsom salts 
solution, however, controlled blotch without causing leaf injury. Because of the 
slowness of response to soil applications, there seems to be a place for spray 
treatments of epsom salts in apple orchards severely affected by magnesium de- 
ficiency. Whether spray apphcations will be used only in the period before soil 
treatments have taken effect, or will be used as permanent control practices, 
remains to be seen. 
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EFFECT OF MAGNESIUM ON GROWTH AND 
COMPOSITION OF TOBACCO^ 


J. E. McMURTBEY, Je. 

C7’, S, Department of AgrtcuUure 

Magnesium has long been recognized by the plant physiologist as belonging to 
the group of chemical elements indispensable for normal growth of plants. It is 
only within the last 25 years, however, that this element has been recognized as 
of any significance in practical fertilizer usage. The first paper pointing out its 
importance was published in 1922 (8), and a more detailed account followed in 
1923 (9). 

The continuing trend in the fertilizer industry, largely on the basis of economic 
iconsiderations, is toward the use of refined chemicals to supply in highly purified 
form and relatively free from “filler’’ or material generally thought to be inert, 
the three elements nitrogen, phosphorus, and potassium, which erroneously have 
been generally considered as furnishing a complete fertilizer. Mixtures of po- 
tassium nitrate and an ammonium phosphate or of ammonium nitrate and a 
potassium phosphate are examples of such high-analysis mixtures. It has been 
clearly demonstrated by experimental evidence and by observation that such 
mixtures do not produce normal growth on some of the important tobacco soils. 
The best evidence available indicates that the elements supplied in these com- 
pounds function normally but that additional elements are requhed for normal 
growth. Apparently lack of magnesium, as well as calcium and in some instances 
sulfur and the microelements boron, copper, zinc, and manganese, in such mix- 
tures operates to limit growth. 

MAGNESIUM AS A PLANT NUTRIENT 

In problems of fertilizer usage the significance of the magnesium supply of the 
soil has received such inadequate attention in this country that it will be of in- 
terest to review briefly the early literature on magnesium as an essential plant 
nutrient. 

As early as 1849 and 1851 Salm-Horstmar (30, 31) conducted pot experiments 
wdth the oat plant in which sand and charcoal derived from pure sugar were used 
as culture media. It was found in these experiments that magnesia is one of the 
necessary ash constituents of the plant. In its absence only the first three leaves 
of the plant had a normal green color while the others were of a greenish-yellow 

^ Paper presented at the meeting of the American Chemical Society, Division of Fertilizer 
Chemistry, Chicago, Illinois, September 10, 1946. The investigations here recorded were 
conducted by the Office of Tobacco and Medicinal and Special Crops, Bureau of Plant In- 
dustry, Soils, and Agricultural Engineering, Agricultural Research Administration, U. S. 
Department of Agriculture, in cooperation with the North Carolina Department of Agri- 
culture, the Connecticut, Maryland, and North Carolina Agricultural Experiment Stations, 
the Georgia State College of Agriculture, and the Georgia Coastal Plain Experiment Sta- 
tion. 
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color, and the plants died without fruiting. The stems were weak, and had a 
tendency to fall over. Pasteur (26) in 1868 recognized magnesium as one of the 
essential nutrients for the acetic acid ferment {My coderma aceti). A year later 
Mayer (19) reached the conclusion that in all probability the yeast plant must be 
supplied with magnesium for its normal nutrition. Molisch (21) demonstrated 
that this element is indispensable for all the higher fungi with which lie worked 
and showed that it cannot be replaced by calcium, barium, or other metal. In- 
vestigators are agreed that magnesium must be included in the nutrient medium 
for algae. In its absence Bokomy (3) noted a contraction of the cell nucleus. 
According to Servittaz (33) magnesium is one of the indispensable metals for the 
nutrition of mosses. 

As early as 1869 Dempwolf (7) showed that magnesium tends to follow protein 
distribution in plant tissues and accumulates particularly in the seeds, in contrast 
with calcium, which tends to accumulate in foliage leaves. Willstatter (37) 
found that the magnesium content of cereal seeds always exceeds the content of 
calcium. The magnesium content of the seed proper commonly exceeds that of 
the seed covering, whereas the reverse relation holds true for calcium and, more- 
over, the magnesium content of the former does not vary very widely. The nu- 
tritive tissues of the seed frequently contain more magnesium than do the green 
assimilating parts of the plant. During the riperdng of seeds there is a progres- 
sive increase in content of magnesium and phosphorus while there is a decrease in 
total ash. XJndergroimd storage organs usually contain less than 10 per cent of 
total ash, and magnesium as a rule makes up less than a tenth of the ash. Ac- 
cording to Shibata (34), in the early growth of bamboo, magnesium and phos- 
phorus are quickly translocated from the rhizome to the growing point and arc 
easily recognized in the procambial strands. The ash of the wood of trees usually 
carries somewhat more than 3 to 6 per cent magnesium. In older bark of trees 
the magnesium content of the ash is very low, usually not more than 1 to 3 per 
cent, but the content in young bark is considerably higher. In foliage leaves, 
the magnesium content of the ash is subject to wide variarion but at times ex- 
ceeds that of the nutritive tissues of the seed. A number of investigators have 
diown that frequently the magnesium content increases as the leaves grow older, 
although this does not always hold true. In fibrous roots the ash content com- 
monly increases with age, primarily because of accumulation of calcium, but the 
content of magnesium tends to decrease. 

Benecke (2), as well as Molisch, has demonstrated that magnesium cannot be 
replaced by calcium, barium, or other metal in the culture medium for fungi. 
Magnesium appears to be an essential constituent of the cell plasma and of the 
reserve proteins. As is true of most other essential elements, its specific functions 
are only partly understood. Salm-Horstmar (31) obsen'^ed a loss of the normal 
green color in his cultures when magnesium was withheld, and Raumer ("28) ob- 
served a marked blanching of the leaves as a result of withholding magnesium in 
cultures of Phaseolus multiflorus. This latter investigator believed that mag- 
nesium functions in the transport of starch and other nutrients, in addition to its 
function as a constituent of chlorophyll. Reed (29) observed that in Spryogyra 
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the nucleus divides mitotically in the absence of magnesium in the nutrient 
mediiun, but in Vaucheria, formation of oil in the chlorophyll bodies could not 
be detected. The ratio between magnesium and phosphorus seems to affect the 
functioning of the latter. Loow (14) likewise considered that magnesium func- 
tions as a carrier of phosphorus. The epoch-making researches of Willstatter 
(30, 37, 38) on chlorophyll first brought clearly to light one of the specific func- 
tions of magnesium. It was definitely sliown that this element is an essential 
constituent of the green chlorophyll pigment. That it has other important func- 
tions is shown by the fact that it is indispensable in the nutrition of lower or- 
ganisms. 


TOXICITT OF MAGNESIUM 

The toidc action of magnesium on plants under certain conditions attracted 
attention long before the element had been recognized as an essential nutrient. 
Writing in 1799, Tennanb (36) pointed out that a certain lime when applied in 
large quantity had been found to lower the productivity of the soil, whereas 
even larger quantities of lime from other sources were beneficial. The lime in 
question was composed of 3 parts calcium oxide and 2 parts magnesium oxide. 
In the form of powdered limestone this product did not affect germination or the 
growth of seedlings but after having been calcined and then exposed to air for 
several weeks i t caused marked injury. Other limestones similarly treated failed 
to produce injury. Similarly, as compared with lime from marble, caldned mag- 
nesia was decidedly toxic to seedlings in send cultures, although the toxidty was 
reduced by the presence of vegetable matter. Some injury also was obtainea 
with uncalcinod magnesia. Sir Humphry Davy (6) observed that magnesium 
carbonate when spread on grassland caused no injury. He considered that the 
mjurious action of calcined magnesia was due to the slowness with which it com- 
bines with carbon dioxide, thus losing its caustic properties. De Candolle (6) 
also pointed out that many soils containing considerable quantities of magnesium 
are highly productive and soils composed largely of dismlegratcd dolomite do not 
seem to be loss productive than other soils. Pclzholdt (27) referred to certain 
areas of salt soil (Kalzbodcn) in Poltawa and Tchemigov which in appearance 
seemed to bo identical ivith surrounding highly productive soils but produced 
poor crops, especially of grasses and small grains. The low productivity was 
ascribed to an excess of magneshun over calcium in the soil. In this connection, 
however, Gordon and Lipman (12) have suggested that lack of fertility of serpen- 
tine soils is due to deficiency of certain ions and a high pH rather than to a high 
content of soluble magnesium. Working with cultures of Phaseolus muUifiorus 
in solutions of single salts, Wolf (39) obtained an excellent growth of roots with 
calcium sulfate, but ivith magnesium sulfate the roots quickly became unhealthy 
and lost their turgidity and the root cells became inactive. Eaumer (28) in. 
cultures with the same plant found that in distilled water and in solutions con- 
taining neither magnesium nor calcium, plants grew better than when magnerium 
was present and calcium absent. Boshm (4) and Atterberg (1) confirmed 
Raumer’s data indicating that magnesium salts are toxic when an adequate 
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supply of calcium is not present. Schimper (32) showed that neutral potassium 
oxalate is highly toxic to green plants. Moreover, lack of calcium produces 
all the symptoms of poisoning and by a product formed chiefly in the growing 
tip and foliage leaves. Under these conditions the affected tissues are very 
rich in soluble oxalates. Hence, it is concluded that the primary function of 
calcium is to precipitate the toxic oxalates. Loew (14) confirmed Schimper's 
results and further demonstrated the toxicity of magnesium in the absence of 
calcium. He considered that calcium is an essential component of protein 
compounds in the cell nucleus and in the chloroplast and that there is a certain 
analogy in the toxic action of soluble oxalates and magnesium. The former 
abstracts calcium from these protein compounds, while the latter tends to 
replace the calcium in them when the calcium supply is relatively low. 

The investigations referred to in the preceding paragraphs demonstrate 
three facts: (a) Magnesium is an essential nutrient for all plants; (6) under 
certain conditions this element is highly toxic to green plants; (c) calcium in 
suitable concentration may effectively overcome the toxicity of magnesium. 
On the basis of these facts and the additional consideration that calcium, like- 
wise, is an indispensable nutrient for all the higher plants, Loew formulated 
his theory of the '‘lime factor” for plants. This theory postulates that for 
best results plants require a fairly definite ratio between calcium and magnesium 
in the soil, this optimal ratio varying considerably for different plant species, 
Loew’s theory attracted wide attention among investigators, and an extensive 
literature has developed on the subject. For present purposes, however, it is 
not necessary to consider further the status of this problem except to say that, 
though investigators are not in agreement in their interpretations, their results 
on the whole seem to indicate that under varying and complex field conditions 
the optimal lime-magnesia ratio is not so narrowly defined as originally formu- 
lated by Loew and co-workers. That the theory is sound in principle, however, 
practically follows from the premises. In at least some respects, this doctrine 
is but a special case of the general principle of physiological antagonism later 
developed by Loeb (13) for the animal organism and by Osterhout (25) for the 
plant. It appears, however, that among the primary nutrients magnesium is 
outstanding in its toxic tendencies and calcium likewise is otitstanding in its 
capacity for counteracting this toxicity. 

SYMPTOMS OP MAGNESIUM DEFICIENCY IN TOBACCO AND OTHER PLANTS 

The outstanding symptom of an inadequate supply of magnesium in higher 
plants is a loss of the normal green color (8, 18) , which is usually most evident 
in the foliage leaves. This breaking down of the chlorophyll pigment in plants 
when magnesium is withheld from the culture medium was observed by early 
investigators, but the characteristic features of the blanching effect and its 
remits as seen under field conditions apparently had received little attention 
prior to publication of the paper from this oflSice on the so-called sand drown 
disease of tobacco (9, 16), which was shown to be due to magnesium hunger. 
Because of the enormous leaf development of tobacco and the rapidity of its 
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growth, this plant is admirably adapted to study of the phenomena associated 
with magnesium deficiency. The fact that breaking down of the chlorophyll 
is the first clearly discernible symptom of magnesium hunger seems to indicate 
that there is a certain minimum requirement for magnesium in the plant as a 
whole which must be supplied before the additional need for the functioning 
of chlorophyll can be met. In other words, when the magnesium supply be- 
comes inadequate, the chlorophyll pigment seems to be the first constituent of 
the green plant to suffer. Moreover, it is an interesting fact that the yellow 
as well as the green pigments are involved, and the blanched areas of affected 
leaves tend to assume a very light yellow or almost pure white color. 

The loss of color begins in the lowermost leaves of the plant and at the tips 
of affected leaves. This loss of color advances along the margins and inwardly 
between the veins of the leaf, and as the disease increases in severity it advances 
progressively from the lower leaves of the plant upward. The larger veins of 
the leaf tend to retain their green color except in severe cases. As a rule, the 
growth relations of the different organs and tissues of the plant are not greatly 
disturbed, and affected leaves tend to remain smooth and show little tendency 
toward specking or development of dead spots. Even in cases of severe mag- 
nesium hunger the plant is able to fiower and develop seed. 

Blanching or yellowing of the leaf may result from a variety of causes, but 
most of these effects arc readily distinguished from the phenomena of magnesium 
hunger. This malady, however, is likely to be confused with potassium hunger 
unless due attention is given to certain distinguishing features. As already 
mentioned, the specking or localized breaking down of tissue so commonly seen 
in potassium hunger rarely occurs in cases of magnesium deficiency. In the 
foimer condition the tip and margins of the leaf curve downward in character- 
istic manner, the margins often become broken and ragged, and the leaf com- 
monly assumes a rough, savoyed form of development. None of these effects 
are seen in magnesium hunger. In contrast with the pale yellow or almost 
white appearance of affected areas and the normal green of the remainder of 
the leaf soon in magnesium hunger, in potassium hunger the bleached areas of 
the leaf show a deeper, dull yellow with a bronze overcast, and the remainder 
of the loaf usually has an abnoimally dark bluish green color. In the cured 
tobacco leaf, evidences of magnesium deficiency are most marked in the flue- 
cured type which normally has a bright yellow color. After the curing the 
diseased portions of the leaf arc abnormally thin and nonelastic, have a dry 
papeiy texture, and usually show a dull, lusterless light brown color. In some 
types of tobacco the contrast in color with that of the normal leaf is less clearly 
defined. These sjmptoms have been observed on tobacco plants at all stages 
of growth from the young seedling in the seedbed to the mature plant in the 
field. 

In other plants the symptoms of magnesium hunger are more or less similar 
to those seen in tobacco (10, 17), but in general the trouble is not so readily 
diagnosed. In corn the lower blades of the plant show a striped effect due to 
breaking down of the chlorophyll in the areas between the veins. The distinc- 
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tions between magnesium hunger and potassium hunger are, in general, similar 
to these in tobacco. In soybeans the leaf presents an appearance clearly sug- 
gestive of that seen in tobacco. A tendency of the lower leaves to shed, however, 
interferes with full development of deficiency symptoms. There seems to be 
an interesting distinction in the case of cotton. Instead of the bleaching effect 
due to decomposition of chlorophyll, development of anthocyan results in the 
upper surface of the leaf’s assuming a bright red appearance. The under 
surface of the leaf, however, tends to retain its green color. 

EFFECTS OF MAGNESIUM ON COMPOSITION OP TOBACCO 

The actual content of magnesium in tobacco leaves manifesting magnesium 
deficiency (10, 11) may vary from 0.08 to 0.20 per cent, the most severe symptoms 
becoming evident with the lowest percentage (0.08^.10 per cent), and well- 
defined symptoms, at a higher percentage (0.15 per cent). Leaves containing 
0.22 and 0.27 per cent showed no visible symptoms of magnesium deficiency. 
It appears, therefore, that a leaf containing around 0.25 per cent may be expected 
not to show visible symptoms of the deficiency. It has been estimated (38) 
that the leaf should contain 0.03 per cent magnesium to satisfy the amount 
contained in the chlorophyll. It appears, therefore, that there are other func- 
tions of magnesium which must be met before those required only for chlorophyll. 

The amount of magnesium in tobacco leaves seldom exceeds 0.6 per cent on 
light soils, but it may be as high as two or three times this amount on heavy 
soils or where readily available magnesium is applied to light soils. The per- 
centage contained in the stalk or other plant parts may be as low as O.l or as 
high as 1. When the plant is suffering from magnesium deficiency the lower 
leaves commonly contain less magnesium than the upper leaves; but when 
magnesium is supplied liberally, the lower leaves may contain more magnesium 
than the upper leaves. 

The higher ash content of magnesium-deficient leaves in comparison with 
normal leaves probably is a result of the low carbohydrate, but there is also an 
increase in the calcium content. 

Leaves manifesting severe symptoms of magnesium deficiency have a higher 
water content and on drying will show less dry matter than nonnal leaves and 
a lower weight of dry matter for a given green leaf area. The starch content 
is lower, apparently because of failure of the photosynthetic processes associated 
with the destruction of the chlorophyll. There is apparently an increase in 
the organic acids, probably in the form of the calcium salts. 

The yield and quality of the tobacco crop will be lowered in proportion to the 
acuteness of the shortage of magnesium. It has been found in actual trials 
(23, 24) at Oxford, North Carolina, over a period of years that where magnesium 
was limiting, the yield was reduced as much as approximately one fourth and 
the gross value per acre by about one third. The average value per pound was 
3 to 4 cents higher where magnesium was supplied than where the clement was 
omitted. The evident changes due to magnesium shortage, which are most 
apparent in flue-cured tobacco, involve irregular colors, loss in weight, and 
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lack of body and elasticity. The reduced starch content would possibly result 
in low si^ar content as well. 

MAONBSnTM BBQTJIBBMBNTS FOB TOBACCO 

Magnesium deficiency is generally most prevalent on deep sandy soils and 
during seasons of excessive rainfall. It was because of this relation that the 
name “sand drown” was associated with the deficiency. 

When the soil does not supply enough available magnesium to the growing 
tobacco, the plant exhibits the characteristic growth effects previously described. 
Durham coarse sandy loam (10) at Oxford, North Carolina, was found to have 
the lowest (0.024 per cent) magneaum content of any soils studied. Thou^ 
Merrimac sandy loam surface soil also produced tobacco showing magneaum 
deficiency, it contained ten times the percentage of magnesium, or 0.24 per cent. 

The application of 12 poimds of magnesium per acre as sulfate or chloride 
corrected all evidences of the deficiency. Applications of ten times this amount 
of the elements in the form of magnesium limestone did not always correct the 
deficiency. This appears to be influenced by the fineness to which the limestone 
is ground. Magnesium limestone has not proved to be an ideal source of the 
element under all conditions, since in some cases the rates at which it is necessary 
to apply this material may change the soil reaction (22) to such a degree that 
black root rot becomes a problem. 

Oiganic materials, such as cottonseed meal or barnyard manure, of plant or 
animal origin, when supplied in suJflcient amounts, have proved effective sources 
of magnesium to prevent deficiency s 3 rmptoms in tobacco when grown on soils 
low in available magnesium. 

It has been found (15, 24) that calcite depresses the solubility of magnesium 
in the soil. 


StTMMABT 

The importance of magnerium as a field fertilizer was first recognized for 
tobacco. The characteristic symptoms of magnesium deficiency were called 
“sand drown” before the cause of the condition was known. The deficiency is 
characterized by a loss of green color in the lower leaves of the plant, beginning 
at the loaf tip and progressing inward along the margins and between the veins. 
It may be evident on plants at any stage of growth from the small seedling to 
maturity. 

When leaf tobacco contained about 0.15 per cent magnesium, deficiency 
symptoms were usually evident, whereas leaves containing 0.25 per cent of the 
element were generally free of symptoms. High ash content is associated with 
magnesium deficiency. The green leaf is hi^ in moisture and organic acids. 
The starch reserves of the green leaf are low when magnesium deficiency is 
severe. Yields have been reduced by about one fourth and gross values by 
about one third when magnetium shortage was acute. 

Magnesium deficiency is commonly most evident on light sandy soils and 
following periods of excessive rainfall. Soils of different series varying in 
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magnesiuni content from 0.024 per cent to ten times this figure have been found 
to manifest the deficiency. An application of 12 pounds of available magnesium 
has been found suflBicient to correct magnesium deficiency on the aforementioned 
soils; when magnesium limestone was the source it was necessary to supply 
considerably larger quantities. 
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THE MAGNESIUM-SUPPLYING POWEES 
20 NEW JERSEY SOILS* 


ARTHUR L. PRINCE, MIRYAM ZIMMERMAN, and FIRMAN E. BEAR* 

New Jersey Agricultural Experiment Station 

Magncsiuia occurs in the soil in water-soluble, exchange, fixed, and primary- 
mineral forms. Wiegner and Jenny (10) pointed out that it is the most difficult 
of the divalent cations to displace from the soil complex, the order of diffculty 
of displaceability being Mg < Ca < Ba, which is identical with that of the 
insolubility of the hydroxides of these elements. According to these authors 
a colloidal particle adsorbs anions and cations in a surrounding electricaldouble 
layer the inner portion of which consists partly of OH ions that tightly bind any 
Mg ions that may be present. 

In electrodialysis studies Mattson (7) and Prince and Toth (8) found that 
the percentage of exchange Mg released was relatively low in comparison with 
the other exchange cations. This indicates a high degree of stability of the 
Mg-silicate complex. When exchange Mg was extracted by the use of such 
salts as NH4CI, the above order of displaceability of the cations was confirmed. 

Prince and Toth (9) examined a soil that had been repeatedly treated with 
dolomitic limestone for 28 years and reported that between 3 and 4 per cent of 
its total Mg was released by salt-extraction methods, in comparison with about 
30 per cent of its total calcium. In working with synthetic complexes, Eardos 
and Joffe (5) and Mattson (7) found that Mg was fixed in a relatively Insoluble 
form. 

Further information on the tenacity and extent of fixation of Mg when added 
to the soil in the carbonate form was supplied by Macintire, Shaw, and Robinson 
(6). These authors postulated two types of acid complexes in the soil. One 
of these quickly adsorbed Mg and held it in readily releasable exchange condition. 
The other reacted over a more extended period to form a complex from which 
the Mg was not released by conventional methods, althou^ it could be extracted 
by successive shakinp witli 0.02 N nitric acid. In general, the work on Mg 
indicates tliat considerable amoimts of this cation arc withdrawn from the 
soil solution and fixed by the soil. The mechanics of Mg fixation is, however, 
still a subject of controversy. 

The southern part of New Jersey is on the Atlantic Coastal Plain where the 
soils are naturally lacking in Mg minerals. Furthermore, by reason of their 
sandy texture, they are subject to serious losses of the element through the 
leaching action of ^e heavy rainfall of that area. In contrast, the soils of the 

* Paper presented at the meeting of the American Chemical Society, Division of Fertil- 
izer Chemistry, Chicago, Illinois, September 10, 1946. Journal Series paper of the New 
Jersey Agricultural Experiment Station, Rutgers University, department of soils. 
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course of this study, and the corporation for partly financing the project. 
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northern part of the state are derived from glaciated shales, limestones, sand- 
stones, granites, and gneisses and contain considerable amounts of such Mg 
minerals as magnesite, dolomite, olivine, and serpentine. Being heavier in 
texture than those of the Coastal Plain, those soils are able to retain more Mg 
in their exchange complexes. 

In the light of these conditions it seemed desirable to determine the Mg- 
supplying powers of some of the more prominmt Now Jersey soils. A-horizon 
samples of 2D soil types that are being carefully investigated on a profile basis 
were used in this study. The general procedure was to subject the soils to the 
continuous action of alfalfa plants and then to determine the content of the 
element under investigation in both the tops and roots of these plants. In 
addition the soils were examined for exchangeable Ca, Mg, and K, both at the 
beginning and the end of the test. Although conditions are materially altered 
by moving field soils to the greenhouse, the values obtained by this method have 
been found very useful for comparative purposes. 

OUTLINE OP EXPERIMENT 

Large samples of the virgin soils were obtained from typical areas and prepared 
by passage through a 4-mesh screen for greenhouse use. Two-gallon, solid- 
bottom pots were employed as containers, 17 pounds of moist field soil being 
placed in each pot. Each soil was adjusted to its calculated optimum moisture 
content, which was set at 50 per cent of its moisture-holding capacity as deter- 
mined by the Hilgard method. The actual dry weight of soil (105° C.) for 
each set of pots is recorded in table 4. 

All fertilizer applications were made on the basis of 17 pounds soil, using 
C.P. salts. The lime-requirement to pH 7.0 was calculated for each soil, and 
CaCOs was added as needed to adjust it to that value. Phosphorus was supplied 
as Ca(H 2 P 04 ) 2 ’H 20 at a rate of 200 pounds P 2 O 6 per 2 million pounds® soil, and 
an equivalent amount of CaS 04 - 2 H 20 was added. Each pot was also supplied 
with a constant amount of KCl equivalent to 200 pounds K 2 O per acre. In 
addition each pot received a solution containing salts of boron, coppc'r, zim, 
iron, and manganese. These elements were supplied at rates chemically ociuiva- 
lent to 20 pounds borax per acre for all soils except two of the triplicate pots of 
Sassafras and Lakewood sands, which received only 5 pounds borax ari<l cor- 
respondingly lower amounts of the other minor elements. 

The experimental variable was Mg, which was added to the natural soil at 
rates of 0, 94, and 188 mgm. Mg per pot to the 0-Mg, 1-Mg,^ and 2-Mg series, 
respectively. The Mg was supplied in solution as MgS04- 7 H 2 O, the treatments 
being equivalent to 0, 40, and 80 pounds MgO per acre. All fertilizers were 
thoroughly mixed with each lot of soil before it was placed in its pot and before 
any supplemental water was applied. 

* Hereinafter called an ‘‘acre,” since the plow depth of an average acre of soil weighs 
about that amount. 

* Although crop-yield data were obtained from the 1-Mg series, no special studios of 
crops or soils of that series were made, the relative yield values being essentially the same 
as those of the 2-Mg series. 
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Alfalfa was chosen as the experimental crop because it is a vigorously growing 
perennial that thrives under greenhouse conditions and collects its own nitrogen. 
Thirty inoculated seeds of the Atlantic variety were planted in each pot on 
March 31, 1943. The seedlings were gradually thinned until four uniform 
plants remained on May 12. 

At regular intervals throughout the experiment the original optimum-moisture 
weight of each pot of soil was restored by the addition of distilled water. These 
intervals were weekly in the summer and biweekly in the winter. A uniform 
quantity of water, determined by weighing a half dozen pots and calculating 
their average loss in weight, was added to each pot between these intervals 
whenever the condition of the soils or plants seemed to indicate the need for it. 
At each regular watering the pots were rotated on the benches in such a manner 
as to equalize as nearly as possible the light and other environmental factors. 

Successive crops were harvested on June 9, July 8, August 5, September 16, 
November 26, 1943, and on January 28, March 17, and April 28, 1944. At the 
end of the experiment the alfalfa roots were screened from the soil and then 
washed, dried, and weighed. 

Each treatment was triplicated. Since there were 20 soils and three rates 
of Mg application for each soil, 180 pots were involved. The produce of each 
pot was oven-dried and weighed separately, but the triplicates were combined 
before being milled for analysis. Similarly the soil of the triplicate pots was 
combined and mixed before being sampled for final laboratory examination. 
The chemical analyses in this report, therefore, are for combined triplicate 
samples, whether of soils or crops. 

The soils wore analyzed for total Mg, exchange capacity, exchange-cation con- 
tent and pH values, both at the beginning of the experiment and at its conclu- 
sion. Determinations were made of the amounts of Mg, Ca, and K in the first 
and eighth crops and also in composited® samples of the eight crops. 

RBStlXTS AND THEIB INTERPEETATION 

Analytical data for the 20 soils as they came from the field arc shown in 
table 1 . Also included in this table are the pH values of the soils and their 
content of exchange Mg at the beginning and of the experiment. 

The pTI values of the original field soils varied between 3.9 for Sassafras sand 
and 7.7 for Hagerstown loam. Although all soils having pH values lower than 7.0 
w’^ere limed at the start of the test, the pH values of approximately half of them 
had fallen below 6.5, and those of Lakewood and Sassafras sands had dropped 
to 4.6 and 4.7, respectively, by the end of the experiment. The exchange 
capacity of the soils varied between 2 m.e. per 100 gm. for Sassafras sand and 
20 for Penn silt loam. 

The total Mg in these soils varied between 2 m.e. per 100 gm. in Lakewood 
sand and 96 m.e. in Fox gravelly loam. If the limiting factor in the series 
receiving no Mg is assumed to be a lack of this element, as it was designed to 
be, the highest yielding soil on the basis of its content of total Mg dxould have 

* In compositing the samples, the quantities added from each harvest were proportioned 
to the average yield for that harvest, treatment by treatment and soil by soil. 
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been the Fox. Table 2, in which the soils are arranged in accordance with 
their crop-producing powers without the supplemental use of Mg, reveals, how- 
ever, that the Fox soil ranks twelfth in the list. No correlation was found to 
exist between the total Mg content of these soils and their yielding capacity. 
The five soils of limestone or calcareous shale origin, namely, Dover, Dutchess, 
Fox, Hagerstown, and Hoosic, were among the highest in total Mg. 

TABLE 1 

Total eachange capactHeSf and percentage Mg eaturation of exchange eomplesee of eoUe at atartt and aoiL pU valves 
and exchange cedione at "beginning and end of teat 


• Total Mg and all ezohange valuea are expiesaed as milliequivalente pear 100 gm. soil. One m.e. Mg is oquividen 
to 0.01216 per cent Mg, or 248.2 pounds per 2 million poimds soil. 

t With the exception of Dutchess, Fox, Hagerstown, and Hooeio, these soils oamo fJrom areas that were iMlievod 
never to have been farmed. 

t At the start of the experiment, soile were brought up to about pH 7.0 with OaCOi, except where original 
pH values were above this point. 

$ These values were obtained on soil from the 2-Mg series of pots. 

1) The Ca and K values include not only the original amounts present in the soils but also those that were added. 
An application of 0.21 m.e. available K per 100 gm. soil, equivalent to 200 pounds of K»0 per acre, was mwle to ouch 
soiL On the 2-Mg series, 0 JJ m.e. available Mg per 100 gm . soil, equivalent to 80 pounds MgO, was added. 

The data in the column in table 1, labeled ‘‘Portion Exchange Capacity 
Satisfied by Mg,” furnish a partial index to the Mg-supplying powers of these 
soils. All but one soil that had less than 6 per cent of the exchange capacity 
thus satisfied, namely, the Penn, Merrimac, Sassafras loam, Colts Neck, Sassa- 
fras loamy sand, and Lakewood, responded to additions of Mg. Sassafras 
sand was the only exception (table 2, column 4). This may bo explained by a 
number of possible limiting factors, including insufiicient amounts of trace 
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elements, low pH values for the later crops, and low amounts of exchange Ca. 
Soils having the highest percentage saturation of Mg in the exchange complex, 
namely, the Dover, Whippany, Bermudian, Fox, and Chester, tended to be 
the least responsive to Mg additions. An exception to this tendency was found 
in the Hagerstown soil, which showed marked response to Mg additions. 

TABLE 2 


Total dry yield and Mg conU nt of composited samples of tops and roots of eight crops of alfalfa 
grown on 20 New Jersey soils with and without added Mg 


BOIL* 

WEIGHT or TOPS 

Mg IN TOPS 

WEIGHT OP 
ROOTS 

Mg IN HOOTS 

0-Mg 

2-Mgf 

Increase 

I from 2-Mg 

0-Mg 

2-Mg 

0-Mg 

2-Mg 

0-Mg 

2-Mg 


gw. 

gm. 

per cent 

per cent 

per cent 

gm. 

gm. 

Per cent 

per cent 

Collinglon 

69.2 

68.0 

“1.7 

0.31 

0.32 

31.0 

31.7 

0.22 

0.24 

Dover 

63.6 

58.0 

-8.8 

0.50 

0.49 

25.7 

21.3 

0.37 

0.39 

Hoosic 

69.3 

62.3 

-11.8 

0.37 

0.33 

23.3 

28.7 

0.42 

0.44 

Lansdale 

69.1 

66.6 

-4.2 

0.36 

0.26 

21.3 

28.7 

0.27 

0.26 

Washington 

68.6 

60.8 

3.8 

0.31 

0.30 

35.7 

4C.3 

0.25 

0.29 

Dutchess 

57.8 

66.8 

-1.7 

0.36 

0.33 

36.0 

36.3 

0.42 

0.43 

Penn 

67.1 

63.2 

10.7 

0.29 

0.23 

29.7 

35.0 

0.29 

0.38 

Whippany 

63.6 

48.6 

-9.2 

0.62 

0.53 

20.7 

19.3 

0.38 

0.38 

Gloucester 

47.3 

55.6 

17.6 

0.36 

0.36 

22.0 

23.7 

0.29 

0.30 

Bermudian 

46.8 

44.4 

-3.1 

0.43 

0.47 

20.0 

23.3 

0.40 

0.39 

Papakating 

43.7 

42.0 

-3.9 

0.34 

0.34 

18.0 

26.7 

0.42 

0.52 

Fox 

43.0 

44.4 

3.2 

0.69 

0.64 

17.7 

19.7 

0.65 

0.68 

Merrimao 

41.6 

48.9 

17.8 

0.21 

0.23 

21.7 

34.0 

0.27 

0.28 

Chester 

41.3 

42.3 

2.4 

0.36 

0.41 

20.3 

20.0 

0.30 

0.32 

Hagerstown 

39.6 

47.1 

19.2 

0.60 

0.60 

23.0 

23.0 

0.63 

0.71 

Sassafras 

37.2 

51.3 

37.7 

0.27 

0.26 

13.3 

24.7 

0.19 

0.21 

Colts Nock 

36.4 

37.1 

1.9 

0.24 

0.27 

31.3 

21.7 

0.18 

0.21 

Sassafras 

29.1 

37.6 

28.8 

0.24 

0.26 

21.0 

30.3 

0.16 

0.21 

Lakew(»od 

20.4 

20. G 

30.4 

0.29 

0.3G 

13.0 

23.7 

0.15 

0.20 

Sassafras 

18.7 

13.45: 

-28.3 

0.32 

0.37 

12.3 

7.0 

0.13 

0.23 


* The soils arc arranged in iLo samo order in all tables. This order was determined by 
the crop-producing power of the soils without the use of Mg, when all other factors were 
at an intended optixnuni. 

t 2-Mg indic‘ates 187 ingm. Mg added per pot, or 80 pounds MgO per acre, and 0-Mg 
indicates none was added. 

t Some uukuow'u factor or factors were responsible for the low results on these pots. 

The amount of exchange Mg in the soil at the end of the experiment was 
generally lower than at the start tor both the 0-Mg and the 2-Mg series. The 
Mg remaining in the soil of the 2-Mg series, however, was generally between 0.1 
and 0.2 m.e. per 100 gm. higher than that in the 0-Mg series. 

The most significant fact revealed by the data was the relationship between 
the amounts of Mg and K in the alfalfa plants (table 3). The average amount 
of Mg in the first crop for the 20 soils on the 0-Mg scries was 23 m.e. per 100 
gm. dry matter, as against 31 m.e. in the eighth crop. On the 2-Mg series, 




74 


A. PRINCE, M. ZIMMERMAN, AND F. BEAR 


the Mg values were 27 and 40 m.e., respectively. In contrast, the average 
amount of K in the first crop of the 2-Mg series was 55 m.o. and only 25 m.e. in 
the eighth. In other words, the Mg content of the eighth crop of alfalfa was 
greatly increased over that of the first crop, whereas its K content was greatly 
decreased. 

In two previous papers (1, 2) it was pointed out that the K content, of 
successive crops of alfalfa drops until the ciitical level® is reached, at which 

TABLE 3 

Mg and K and their ratios in alfalfa in specified series of tests and crops 


In milliequivalents per 100 gm. dry matter 


SOIL 

PISST CROP 

KIOHTH CROP 

0-Mg* 

2-Mg 

0-Mg* 

1 2-Mg 

Mg 

Mg 

K 

Mg/K 

Mg 

Mg 

K 

Mg/K 

Collington 

18 

31 

00 

0.5 

30 

37 

30 

1.2 

Dover 

30 

34 

60 

0.6 

63 

57 

19 

3.0 

Hoosic 

23 

21 

57 

0.4 

38 

39 

23 

1.7 

Lansdale 

16 

21 

69 

0.4 

22 

26 

30 

0.0 

Washington 

22 

29 

.62 

0.6 

25 

36 

19 

1.0 

Dutchess 

30 

25 

61 

0.5 

36 

39 

29 

1.3 

Penn 

20 

19 

53 

0.4 

16 

23 

31 

0.7 

Whippany 

21 

24 

38 

0.6 

59 

60 

13 

4.4 

Gloucester 

1 23 

36 

67 

0.6 

40 

40 

24 

1.7 

Bermudian 

25 

28 

62 

0.5 

44 

52 

22 

2.4 

Papakating 

21 

26 

44 

0.6 

30 

39 

18 

2.2 

Pox 

35 

40 

67 

0.7 

66 

69 

21 

3.3 

Merrimac 

13 

20 

66 

0.4 

12 

23 

19 

1.2 

Chester 

25 

28 

59 

0.6 

35 

43 

40 

1.1 

Hagerstown 

43 

35 

51 

0.7 

40 

70 

20 

3.5 

Sassafras 

19 

25 

49 

0.6 

15 

28 

18 

1.0 

Colts Neck 

14 

16 

50 

0.3 

17 

27 

21 

1,1 

Sassafras 

15 

23 

66 

0.4 

10 

24 

21 

1,0 

Lakewood i 

21 

28 

74 

0.4 

23 

32 

24 

1.3 

Sassafras 

23 

1 

33 

61 

0.5 

14 

33 

46 

0.7 

Mean 

23 

27 

65 

0.6 

31 

40 

25 

1.0 


* No determinations of K were made on the 0-Mg scries. 


point the yield rapidly falls off. As the percentage K in the plant decreases, 
the percentages Mg and Ca tend to increase. These elements can apparently 
be substituted for K so far as its general functions within the plant arc con- 
cerned. The charge in the Mg/K equivalent ratios in the successive crops on 
the 2-Mg series of this experiment further illustrates this point. Thus the 
average Mg/K ratio in the fiiBt crop was 0.5 and that in the eighth crop was 1 .0. 
Notwithstanding the great variation in the Ca, Mg, and K contents of the crops 

« 0.15 to 0.20 m.e. per 100 gm. dry matter. 
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growing on the several soils, the sum of the equivalents of these elements per 
unit of produce for any given harvest was virtually constant for all soils under 
standardized conditions for growth. 

Estimates of the rate at which the rcseiwe Mg of these soils moved into the 
exchange form are presented in table 4. The columns headed “Fixed by Soil” 


TABLE 4 

Exchange Mg in soils at start and end of test,* Mg removed by eight crops alfalfa, and Mg fixed 

or released by soils 


0-Mg SEMES OF POTS 


2-Mg SERIES OF POTS 


SOIL 

DRY 

SOIL 

PER 

POT 

Mg in 

01 iginal 
soils 

Mg re- 
moved 
by 

croj^t 

Mg in 
soils 
at end 

Mg fLxedt 
by 1000 
gm. soil 

1 

Mg in 
' soils at 
start 

Mg re- 
moved 
by 

crops! 

Mg in 
soils 
at end 

1000 

gm. 

soil 


gm. 

mgm. 

mgm. 

mgm. 

mgm. 

mgm. 

mgm. 

mgm. 

mgm. 

Collington 

6311 

860 

283 

553 

-4 

im 

294 

721 

-5 

Dover 

6810 

2007 

413 

2275 

-32 

3095 

367 

2484 

-36 

Hoosic 

7173 

837 

317 

663 

H-20 

1025 

299 

785 

4-8 

Lansdale 

6492 

671 

271 

316 

-13 

859 

222 

458 

-28 

Washington 

6674 

593 

271 

390 

-10 

781 1 

316 

430 

+5 

Dutchess 

6628 

1088 

359 

774 

+7 

1276 

343 

967 

+6 

Penn 

6810 

894 

252 

406 

-35 

1082 

278 

265 

-79 

Whippany 

6265 

2293 

357 

1859 

-12 

2481 

331 

1882 

-43 

Gloucester 

6901 

755 

230 

334 

-28 

943 

271 

503 

-24 

Bermudian * 

6174 

1599 

301 

1209 

-14 

1787 

300 

1299 

-30 

Papakating 

6855 

500 

225 

292 

4-2 

688 

277 

325 

-13 

Fox 1 

7082 

2824 

369 

2601 

4-21 

3012 

398 

2945 

447 

Merrimac 

6992 

272 

146 

128 

•fO.3 

460 

207 

366 

+16 

Chester 

6810 

2021 

206 

1491 

-48 

2209 

237 

1623 

-51 

Hagerstown 

0265 

3573 

359 

2941 

-44 

3761 

446 

3154 

-26 

Sassafras 

7582 

203 

125 

148 

4-9 

391 

185 

295 

+12 

Colts Neck 

7037 

214 

143 

154 

-fl2 

402 

146 

197 

-8 

Sassafras 

6901 

101 

102 

109 

4-16 

289 

362 

109 

-3 

Lakewood 

7673 

103 

79 

103 

-flO 

291 

143 

168 

+3 

Sassafras 

7446 

91 

76 

72 

■48 

279 

66 

190 

+3 


♦ Expressed as milligrams per pot of soil or the produce thereof, 
t Tops and roots. 
t Plus-values mean release. 


show positive and negative values, indicating both release and fixation. The 
amount of Mg released or fixed by the exchange complex of the 20 soils was 
relatively small in comparison with the K values obtained in a similar study, 
but so also were the quantities of Mg applied to or naturally present in these 
soils. The Fox and Hoosic showed the greatest release of Mg in the 0-Mg 
series; and the Chester, Hagerstown, Penn, and Dover soils, the highest fixation 
values. Ten of the soils in the 0-Mg series released Mg, and ten fixed the ele- 
ment. Seven of the soils that released Mg contained less than 300 mgm. of 
exchange Mg each per pot at the start of the experiment. The soils that fixed 
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Mg contained relatively large amounts of the element in exchangeable form at 
the beginning of the test. The rate of release of reserve Mg from the soil was 
reduced and the degree of fixation inci*eascd by applications of Mg sulfate. 
This is shown in the generally smaller positive and larger negative values for 
the 2-Mg series of pots than for the 0-Mg series in the two columns headed 
‘'Fixed by Soil,” in table 4. 

In evaluating the data in tables 1 to 4, inclusive, for the purpose of classifying 
the['A-horizons of the 20 soils in relation to their need for Mg in fertilizer form, 
four criteria were employed. These were the absolute yields without the addi- 
tion of Mg, the response of the alfalfa when Mg was applied to tho soil, the 
content of exchange Mg in the soils as they came from the field, and the extent 
to which their reserve Mg was released for plant use. On the basis of tlicse 

TABLE 5 


Grouping of IBO New J ersey soils in relation to Mg needs* 


G2EA.TE8T 

INTEfiMEDIATE 

LEAST 

Lakewood sand 

Penn silt loam 

Collington loam 

Sassafras sand 

Fox gravelly loam 

Dutchess shale loam 

Sassafras loamy sand 

Colts Neck sandy loam 

Bermudian silt loam 

Sassafras loam 

Washington loam 

Whippany silty clay loam 

Merrimac silt loam 

Chester loam 

Dover loam 

Gloucester loam 
Hagerstown loam 

Papakating stony loam 

Lansdale loam 

Hoosic gravelly loam 


* The need of these soils for Mg is in the order shown, the one at tho top of each column 
having the greatest need and the one at tho bottom the least. 


criteria, the 20 soils have been arranged in table 5 in the order of their need 
for Mg. 

It is apparent that the rating for any given field of any one of those soil typos 
might well be higher or lower than is indicated by the classification, depending 
upon the treatment it has received at the hands of tho operator. Tlie position 
of the Dutchess, Hoosic, Fox, and Hagerstown soils might have boon entirely 
different if virgin samples of these soils had been studied. The ratings of all 
20 soils are tentative and may have to be changed when further evidence has 
been accumulated. 


SUPPLEMENTAL OBSERVATIONS 

There is reason to believe that 80 pounds MgO per acre was not suflScient for 
optimum yields on the soils that contained the least exchange Mg. Thus the 
low-Mg soils occupied a much lower position in the scale of productivity in this 
test than in a previous similar test in which dolomitic limestone rather than 
CaCOs was used for raising the pH values to the desired level. With dolomitic 
limestone the rate of application of MgO ranged between 1200 and 1600 pounds 
per acre on Sassafras loam and on the Merrimac and Colts Neck soils. Com- 
parison of the earlier test with the one currently reported showed that tho 
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Sassafras soil occupied the fourth place instead of the ninth in the list; the 
Merrimac, the eighth instead of the tenth; and the Colts Neck, the sixth instead 
of the seventeenth position. 

A number of these soils fixed Mg. This fixed Mg, like fixed K, is probably 
not so unavailable to plants as that in the primary-mineral form. It constitutes 
a different type of reserve that becomes more and more readily available to the 
crop as the need for the element increases. As in the case of K the results 
suggest the existence of an equilibrium between exchangeable and fixed Mg. 
Thus fixation tended to occur with high Mg applications and release took place 
when little or no Mg was applied (4). 

As in the K experiment, some unknown limiting factor or factors operated 
to prevent optimum growth in those soils that rated at the bottom of the list 
in productivity. It seems probable that the crop-growing potentialities of 
the sandier soils of this group would have been greatly increased by dividing 
the lime, fertilizer, and trace-element applications into small doses for use at 
regular intervals during the period of the test. The soils with the highest 
storage capacities tended to produce the highest yields.^ 

An examination of the cation content of the exchange complexes in these 
soils (table 1) reveals that a majority of those in which Mg constituted less than 
10 per cent of the total responded to the use of additional amounts of this ele- 
ment. These data correlate well with the hypothesis set forth in a previous 
publication (3) in which the possibility of ideal ratios of Ca, Mg, and K in the 
exchange complex was suggested. These ratios were tentatively set at 65 per 
cent Ca, 10 per cent Mg, and 5 per cent K, the remaining 20 per cent being 
allotted to H. 

The portion of the applied Mg that was recovered in the harvested crops and 
in the roots varied between 0 and 46 per cent, the highest recovery being obtained 
from Hagerstown loam, a soil that was very high in both total and exchange 
Mg. In general, the greater the need for extra Mg, the larger the percentage 
recovery of that applied. 

The Mg/K ratio in the exchange complex of these soils was much higher at 
the end of the test than at the beginning. 

CONCLUSIONS 

No correlation exists between the total Mg in soils and their crop-producing 
powers. 

The most important single factor influencing the Mg uptake of plants is the 
quantity of K that is available for their use. If an abundance of K is at the 
plant’s disposal, its content of Mg will be relatively low. As the K supply 
decreases with repeated harvests of a crop like alfalfa, the Mg content of the 
plant increases, even when the plant is growing on a soil that is very deficient 
in Mg. This would indicate the advisability of using additional Mg in propor- 
tion as larger amounts of K are applied to the soil. 

7 A third series of studies designed to obtain more information on what these limiting 
factors arc and how they can best be overcome is now under way. 
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Response to Mg additions is governed in part by its ratio to the other cations 
in the exchange complex, particularly those of Ca and K, 

It is doubtful whether 80 pounds available MgO per ton of fertilizer is adequate 
to meet the needs of crops where high-K fertilizers are applied to soils that are 
low in exchange Mg. Thus when, in a previous test, some of the same Mg- 
deficient soils were treated with dolomitic limestone in amounts supplying up 
to 1500 pounds MgO per acre they were relatively much more productive than 
in this test in which CaCOs was used to raise the pH values and only 80 pounds 
MgO was applied as the sulfate. 

If Mg constitutes less than 6 per cent of the exchange cations in a soil, crops 
growing on that soil are likely to respond markedly to applications of the element 
in soluble form. The ideal amount of Mg is believed to be about 10 per cent 
of the total exchange capacity of the soil. 

Mg fixation occurred in about half the soils used in this study. 

Of the 20 New Jersey soils studied, those of the Sassafras, Lakewood, Merri- 
mac, Gloucester, and Penn series had the greatest need for Mg, and those of 
the Bermudian, Whippany, Dover, Lansdale, and Hoosic series, the least. 

Hagerstown loam was an exception to the general rule in that, even though 
27.6 per cent of its exchange capacity was taken up by Mg, the yield of alfalfa 
on that soil was markedly increased by an application of magnesium sulfate. 
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The chenustry of manganese in the soil is of interest for at least three reasons: 
First, on some neutral and alkaline soils, manganese is insufficiently available 
to plants for healthy growth; second, on some acid soils plants absorb it in toxic 
amounts; third, the distribution of the various forms of the element in the soil 
is closely coimected with the processes of soil formation. The chemical dis- 
cussion which follows relates to all these subjects, especially to the low avail- 
ability of manganese on certain soils. 

Manganese-deficiency diseases have been recorded for many crops in the 
field. The most important of these is oats, some varieties of which are so 
sensitive to deficiency that the plant dies without producing any grain. The 
symptoms of manganese deficiency in oats are very characteristic, and have 
led to the common name “gray-speck disease.” Peas are less sensitive, but when 
the supply of manganese is inadequate they develop a peculiar trouble called 
“marsh spot,” after its occurrence at Romney Marsh in England (9, 26). The 
trouble consists of the development of brown necrotic spots in the center of the 
seed, which may form even when the yield of the crop is normal. Laboratory 
studies of soils of low supplying power — hereafter called “deficient soils” — have 
been mainly associated with these two diseases. 

Deficient soils, with minor exceptions to be dealt with later, have a pH value 
(measured in suspension in water) of at least 6.5 and usually over 7.0. The 
total manganese is irrelevant ; it may range from 0.1 per cent down to a few parts 
per million. The deficiency, whatever the crop, may be treated in the field 
by lowering the pH of the soil to about 6, by adding a compound of nxanganese 
to the soil, or by spraying or injecting the affected plants with a manganese 
compound (27). It may also be treated in a pot by waterlogging the pot for 
4 weeks and then restoring drainage, and also by sterilizmg the soil with formalin 
or by heat. Organic compounds, including both quinol (32, 36) and quinone 
(36), have also cured the deficiency as soon as their first toxic effects have passed 
away. Not all these treatments are always successful, but each of them has 
had complete success on certain soils. All these facts have to be considered 
when attempting a chemical e^qilanation of deficiency disease. 

PBSVCOT7S POT Aim PLOT SlXPStBIUSiNTS 

The writer has published some comparisons (12, 13) of different treatments 
on deficient soils. Since these reports are not accessible to many readers of 
this journal, the main results are here summarized and brought up to date. 

Plot tests were carried out on a gray sandy loam containing about 3 per cent 
organic matter (“University soil”) which had been heavily Umed to about pH 7.4 
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and on which cereals suffered acutely from manganese deficiency. The best 
results were always obtained by acidification with sulfur; the next best treatment 
was to sow the seed with crystalline manganese sulfate (100 pounds per acre) ; 
and good results were also obtained by spraying plants with 1 per cent MnS04 
as soon as signs of deficiency appeared. Though this last treatment removed 
the symptoms, it resulted in lower yield of grain than the other treatments, 
since the primordia had already been damaged before the spray was supplied. 
Other treatments were a dressing of dried blood, which had no effect, and aJka- 
linization with caustic soda to above pH 8.5, which improved the growth of oats 
in some years without making them really healthy. Ammonium sulfate at 
the rate of 2 himdredweights per acre improved early growth, but gave a poor 
yield of grain, being too feeble an acidifying agent to cure the disease. 

The residual effect of dressings of MnS04 is also interesting. Heavy appli- 
cations (4 hundredweights of the hydrate per acre) prevented the deficiency 
from appearing on wheat in later years, but had little residual effect on oats. 

Other soils were tested in pots 36 inches high and holding about 25 kgm. 
soil. A calcareous sandy loam from Mount Gambler, an immature soil derived 
from volcanic tuff, was successfully tested by imifonnly mixing 80 p.p.m. of 
manganese as MnS04 throughout the pot and also by mixing the same amount 
of manganese as freshly prepared Mn02, made by adding KMn04 to a strong 
solution of MnS04 and washing the precipitate thoroughly with dilute acid and 
water. These treatments remained effective for 8 years. During this time 
slight symptoms of deficiency occasionally appeared on the Mn02 pot, which, 
however, produced good crops of oats while control pots failed to produce any 
grain. Not until 10 years after application, during a dry spring, did severe 
gray-speck occur on both these pots. Eeversion to a less available form on 
this soil is evidently slow. The most striking experiment with this soil con- 
sisted of waterlogging two pots for 4 weeks and then restoring normal drainage. 
Oats have naade excellent growth on each of these, the effect having lasted now 
for 11 years. Acidification is also successful with this soil, though it is naturally 
too calcareous for this treatment to be practicable in the field. Similar results 
to these were obtained with a poor gravelly soil (Tinkurrin gravelly sand) from 
the Western Australian -wheat belt. Another deficient soil, a black self-mulching 
clay of pH 6.8 from Penola, a reclaimed swamp in South Australia, was also 
cured by an application of 3 gm. of synthetic Mn02, which has been effective 
for 7 years. Experiments on the soils of Mount Gambler and Penola were 
reported by Piper (25) in one of the first general discussions of the problem. 

The question arises: Why is the residual effect with oats so poor on the Uni- 
versity soil and so good on the other types? Both good and poor residual effects 
occur in the field. On the calcareous sandy loam at Corny Point, South 
Australia, where barley is so-wn with mixed superphosphate and 
sulfate, responses to manganese have fallen off after 4 years of application. On 
the other hand, Townsend and Wedgworth (39), working with French boans on 
a burnt peat, reported a ne^gible residual effect in the next season after a 
heavy dressing of MnS04; many similar results have been reported (33). In 
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fact, in some cases, as where fruit trees grow on deficient calcareous soil (27) 
no attempt is made to treat the soil, but MnS 04 is injected into the trunk. 

CHEMISTRT OF UANQAKBSE IN THE SOIL 

In the first place wo can divide the manganese in the soil into the bivalent 
ion — existing in the soil solution or as an exchangeable ion or in a nonexchange- 
able form — and the insoluble higher oxides. All forms are in dynamic equilib- 
rium with one another. At all pH values above 5.5, soil organisms can oxidize the 
bivalent form (14); this oxidation is rapid in well-aerated soils, espedally in 
the pH range of 6.0 to 7.5. The reverse action also occurs. The higher oxides 
are reduced, whether by direct reaction with organic matter or by biological 
processes. Reduction by organic matter is more likely at low pH values, since 
the oxidizing power of the higher oxides increases rapidly with acidity. Bio- 
logical reduction can take place at any pH value if the oxygen tension is low, 
when the anaerobic bacteria use the higher oxides as a source of oxygen. A 
long period of waterlogging at a high temperature can liberate large amounts of 
soluble manganese (25). If severe waterlogging is excluded, the bivalent form 
is favored in strongly acid soils, since bacterial oxidation is very slow or absent, 
whereas organic matter can reduce the higher oxides; again, the bivalent form 
is almost all removed from neutral or alkaline soils, since bacterial oxidation is 
rapid, and reduction by organic matter is now very slow; and in moderately 
acid soils the bivalent form dhmnishes with rising pH, since bacterial oxidation 
rises to a maximum while reduction by organic matter steadily decreases in 
importance. 


Higher oxides of manganese 

Since all but a minute fraction of the manganese in neutral and slightly alka- 
line soils is converted to higher oxides, these deserve more detailed attention 
than they normally receive. Their degree of reactivity is their most important 
distinguishing mark; their empirical chemical formulas are of minor importance. 
Most writers assume the composition Mn02. Compounds approximating this 
formula undoubtedly occur in soil, though Naftel (19) has given analytical 
evidence for the formula MnjO* in several soils. Recent fundamental work (20) 
shows how the composition of the test-tube autoxidation product is affected 
by the reactions 

MnO* -I- Mn++ + HjO ^ MnaO* -1- 2H+ 

and MnjO* -1- Mn''^' + HjO ^ MnjO* + 2H+ 

These reactions must occur in soils, but this aspect of the problem will not 
be pursued here for lack of evidence. The terms “manganic oxides” and “hi^er 
oxides” will be used to include all formulas from MnsO* to MnOj. 

Degree of readmty. D’Agostino (3) made a thorou^ study of the relative 
activities of different forms of MnOs, both, natural and sjmthetic, in order to 
estimate their value as depolarizers in dry cells. His method was to determine 
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the rate at which CO 2 was evolved from a mixture of the sample with sulfuric 
and oxalic acids at room temperature. The most active form, synthesized by 
heating basic manganous carbonate to 360°C. in air, produced CO 2 over 100 
times as rapidly as did an inert natural pyrolusite. Great differences in activity 
also occur in soils. D’Agostino’s method cannot work here, but instead we can 
use strong or weak reducing agents in solutions ranging from neutral to highly 
acidic. In this way we can extract the most reactive manganic oxide from a soil 
by a short treatment with a gentle reagent, such as a cold neutral solution of 
quinol. The same soil may also contain inert oxide which will not dissolve 
within a reasonable time unless it is treated with hot strong acid plus a reducing 
agent. Possibly the inert form might react with the gentler reagent if it could 
be given enough time; but the rate of reaction is the essential point here. 

Highly reactive manganic oxide. It has been known for many years that some 
soils contain a highly reactive form of manganic oxide, which is reduced by 
quinol within 15 seconds, liberating alkaline Mn(OH )2 and thus making it impos- 

TABLE 1 


Ma'nganese extracted from soil by ammonium acetate and quinol after different 

contact periods 


SOIL* 

MnEXnLACTBD 

After 1 hour 

After 6 hours 



p.p.m. 

A 

10 

21 

B 

28 

29 

C 

41 

68 


* All samples are from pots of Mt. Gambler soil. A is untreated and deficient; B has 
been much improved by adding MnOs; C was waterlogged 10 years previously and is free 
from deficiency. 


sible to measure the pH of these soils with the quinhydronc electrode. This 
highly reactive form can be estimated by extracting the soil with quinol in a 
neutral solution of ammonium acetate or some other salt. Gisiger, in a valuable 
study of this reaction (8), found that one such soil liberated 181 p.p.m. Mn 
within 3 minutes of its mixture with quinhydrone and ammonium acetate — that 
is, during the time taken to filter the mixture. The time of this extraction 
should be standardized, and should preferably be no more than half an hour; 
longer periods, such as the 7 hours originally suggested (12), allow the less 
vigorous manganic oxides to dissolve, and so obscure the contrast between these 
and the most active form (see table 1). 

This reactive form may also be roughly estimated m two other ways, which 
are useful as qualitative tests. The first depends on its ability to oxidize a 
benzidine salt in neutral solution to give a brilliant blue cation, which is stron^y 
absorbed and colors the whole soil blue. The second is the catalytic destruction 
of H 2 O 2 , which can be followed either by the rise of temperature (1) or by the rate 
of evolution of oxygen (28). These tests, though valuable, are too complex 
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to be made quantitative. In particular, the depth of the blue color with benzi- 
dine depends on the adsorbing properties of the soil. 

Less active forms. We may define the second-class manganic oxide as that 
which reacts with hyposulfite at pH 7, but not with quinol. We might also use 
the familiar fact that manganic oxide of whatever class becomes more susceptible 
to attack by common reducing agents as the pH falls. Thus, a moderately 
active fraction might be defined as that dissolved by quinol in 0.05 N H2SO4, 
but not at pH 7. This fraction overlaps that just mentioned; neutral hypo- 
sulfite is a more generally useful reagent, however, ance it can be applied to 
calcareous soils (see table 2). The widespread occurrence of moderately active 
higher oxide is shown by the number of soils which can be tested by the quin- 
hydrone electrode in aqueous suspension, but not in 0.1 N H2SO4 (23). 

TABLE 2 

Manganese leached from soil at pH 7 by BS parts of normal ammonium acetate with and without 
reducing agents; showing the most reactive (dissolved by quinol) and the moderately reactive 
higher oxide (dissolved by hyposulfite)* 


sent 

Mn DISSOLVED 


Condition 

pH 

No reduc- 
ing agent 

+ 0.2% 
quinol 


Mt, Gambier 

Mn-deficient 

7.4 

1.8 

p,p.m, 

20 

p.pM, 

125 

Mt. Gambier, 2 months after 
wAterlojgging 

Healthy 

Mn-deficient 

7.4 

17 

111 

Penola 

6.8 



0.4 

University 

Mn*deficient 

7.3 

1.3 

28 

46 

Corny Point 

Mn-deficient 

8.0 

2.6 

8 

17 

Werribee 

Healthy 

Healthy 

7.8 



520 

IDooen 

7.3 


137 




♦ Some of the figures in this table are assembled from a previous article (12). 

t The Mt* Gambier, Penola, and University soils are described in the text. The Corny 
Point soil is a highly calcareous sand; Worribee and Dooen soils are black friable clays, 
somewhat calcareous. 

The rest of the manganic oxide, which requires more drastic treatment for 
its solution, may be regarded as inert. 

Exchangeable manganese 

Exchangeable manganese has usually been determined by extraction with 
neutral ammonium acetate, but Steenbjerg (35, 36, 37, 38) and Heintze (9) 
have used calcium nitrate or magnesium nitrate as extracting agents. 
Ammonium acetate has the great analytical advantage that it can be completely 
destroyed and the extracted manganese can then be easily determined color- 
imetrically with periodate as the oxidizing agent. A thick syrup of calcium or 
magnesium nitrate, on the other hand, is an awkward material in which to 
search for a few micrograms of manganese. However, Steenbjerg, working with 
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heavily limed podzols in Denmark, found that 0.5 M magnesium nitrate was the 
most effective extracting agent for manganese; calcium nitrate came very 
close to it, but ammonium and sodium salts were much less effective (see table 3). 
The contrast is confined to neutral and alkaline salts. As one extreme case, 
Steenbjerg (38) found a humic sand of pH 7.6 which yielded 0.0 p.p.m. of manga- 
nese to N NaNOa and 2.8 p.p.m. to 0.5 M Mg(N 08 ) 2 . The term ‘‘exchangeable” 
evidently means little unless the replacing ion is defined. 

A further analytical difficulty reported by Sherman and Harmer (32) is that 
some soils release larger amounts of exchangeable manganese if they are air-dried 
before extraction. The same observation has been made in this laboratory. 

Dilvie add extracts 

Dilute acids have sometimes been used as reagents for exchangeable Mn. 
Hydrogen ion is certainly much stronger than ammonium in its ability to displace 
adsorbed manganous ion, and Steenbjerg (37, p. 805) asserted that it released man- 

TABLE 3 


Manganese extracted, by nitrates of various cations, from humic sand at Borris after addition of 
various amounts of calcium carbonate* , 


CaCOi 

ADDED PSK 
BECTASE 

pH 

Mn BXXRACICDt 

NaNOi 

KNO* 

NIUNOi 

Mg(NO,), 

Ca(NOi)i 

kgm. 



p.p m. 

PP,m, 

p.p.m. 

P.pM* 

2000 

6.8 

13.0 

12.1 


18.2 

17.8 

8000 

6.5 

2.9 

2.9 


9.3 

7.6 

16000 

7.2 

0.7 


0.7 1 

6.3 

4.4 


* From Steeabjerg (36, p. 429). 
t Extracting solutions, molar in nitrate ion. 


ganese more than twice as efficiently as did magnesium. The use of dilute acids for 
this purpose is an unsound practice, since an acid also dissolves some higher 
oxide which is reduced by the humus at a low pH. In fact, the amount of Mn 
dissolved may depend less on the Mn compounds in the soil than on the amount 
and activity of the humus in the soil ! Thus, if excess of synthetic MnOj is added 
to 0.6 gm. of Penola soil (rich in humus, poor in MnOji) and also to 0.5 gm. of 
an alkaline soil from semiarid Victoria (poor in hiunus, rich in MnOj), and each 
is shaken for 30 minutes with 100 ml. of 0.05 N H2SO4, the former dissolves 
0.3 n^m. Mn and the latter 0.05 mgm. The same reduction was shown by 
Sen-Gupta (29), who found that soil left in contact with dilute £[2804 lost its 
power to oxidize phenol — that is, the most active MnO* was slowly destroyed 
by the organic matter of the soil. Ammonium chloride, being an acidic solution, 
may &ve too hi^ figures for exchangeable Mn in the same way as do dilute 
adds. Dilute add extracts may ^ve useful information, however, as they 
indude both exchangeable Mn and some of the most reactive hi^cr oxide, and 
so allow for an estimate both of the most active manganese in a natural 
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soil and also of the amount of toxic manganese that may come iuto solu- 
tion in an acid soil, as in McCool’s work (16). A further possibility is that 
dilute acid liberates some manganese from IMAjOa but not from MnOs (20). 

Foie of MnSOi in the aoU 

When the manganous ion is added to a neutral or alkaline soil it is turned into 
the exchangeable ion and becomes mostly insoluble in water. From this state 
it is slowly oxidized by bacteria to a higher oxide, the process taking 3 or 4 days, 
or more if the temperature is not uniformly as high as 25®C. Nonbiological 
oxidation is probably negligible in the majority of soils of pH below 8; its 
importance was overemphasized in the author’s earlier work (12). This is shown 
by the very fact that bacteria form a ring of higher oxides in soil-agar plaques 
in the less alkaUne range when manganese is supplied as a central plug of 
MnSO^agar (7, 14, 17); during the several days needed for this process the 
manganese must have diffused as the bivalent ion. Sherman et al, (31, 32), 
however, have expressed the opposite opmion, and the results of Wain et al. (41) 
are similar to theirs. They have found that when MnS 04 is mixed with certain 
neutral or alkaline soils in the normal range of field moisture, the manganese is 
almost entirely converted into a form insoluble in neutral ammonium acetate, 
at a rate far too rapid for bacteria to be involved. This change is even recorded 
within 3 hours of mixing. They attribute this change to oxidation, since about 
half the added manganese could be extracted with quinol. However, none of 
the soils tested in this laboratory, neutral or alkaline, deficient or healthy, have 
given any evidence of a disappearance of exchangeable manganese within 6 hours 
of the addition of MnSO^. Ammonium acetate may extract as little as one 
fourth, but calcium nitrate extracts more than half of the added Mn in a single 
shaking of 1 part of soil to 10 parts of salt solution. Steenbjerg (36, p. 359) 
found that two deficient alkaline soils released 20 to 30 per cent of added Mn 
when shaken wdth sodium nitrate 2^ hours after mixing, and his results agree 
fairly well with those obtained here, in view of the low extracting power of sodium. 
This discrepancy between different workers clearly needs more study. 

The amount of exchangeable Mn in any soil varies through the seasons. This 
is shoAvn by Sherman and Hanner (32) and especially by Steenbjerg’s figures 
(36, 37), which are by far the most comprehensive on this subject. A series of 
plots were tested in 1931, a wet year in Denmark, and in 1934, a dry year. 
Eesults on two representative plots are quoted in table 4. The difference between 
Mmed plots and controls falls off with time; this must be a seasonal effect. The 
Ihned plots also are lower in exchangeable Mn in 1934, but this may be due not 
only to the season but to a permanent change from manganous to manganic 
as a long-term result of the liming in 1931. The exchangeable Mn on both the 
University plots and the Mount Gambler pots also vaiies greatly throu^ the 
seasons. 

Thou^ there is ample evidence of the conversion of bivalent manganese to 
higher oxides in the field, there is little direct evidence of any further aging to 
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inert forms. The fact that such inert forms exist in nature shows that this aging 
must occur; its speed undoubtedly varies greatly among different soils. 

AVAILABILITT OF MAl^GANESE 

BwcHent manganese 

Some workers regard the bivalent ion as available and the hi^er oxides as 
unavailable. They iherefore try to estimate the available manganese by 
extracting the soil with a neutral salt. Using magnesium nitrate, Steenbjerg 
drew the line of sufficiency at 2 p.p.m. of exchangeable manganese; above this 
figure, oats were usually healthy, below it they suffered from gray-speck. The 
separation is not at all clean; sick soils were found with more than 2 p.p.m. 
and healthy soils with less than 1 p.p.m. Later (38) he raised the dividing line 
to 3 p.p.m. The seasonal variation in exchangeable Mn is great enou^ to create 
a further difficulty. Heintze (9), studying soils of Romney Marsh on which peas 

TABLE 4 


Manganese extracted from two soils, limed and unlimed, hy 0.BM magnesium nitrate* 



CLAY, 

DOVER 


SAMD, THOTTOASDSLUin) 

1931 

1934 

1931 

1934 

I® 

Mn 

pH 

Mn 

I® 

Mn 

pH 

Mn 




p.pjit. 




p.pM, 

5.7 

88 

6.2 

8.4 

6.7 



2.1 

6.1 

61 

6.3 

7.3 

6.4 



0.6 

6.8 

30 

6.9 

4.4 

7.2 



0.2 

7.5 

8 

7.7 

1.6 

mi 



0.0 


* From Steenbjerg (36). Each soil was treated with calcium carbonate at three different 
rates. The first line gives the values for the untreated soil, the other treatments follow 
in increasing order of heaviness of application. 


developed marsh-spot, found, in contradiction to Steenbjeig, that calcium 
nitrate dissolved more manganese than did magnesium nitrate; tho ratio of her 
values, calcium-extracted to magnesium-extracted, ranged between 1 and 4. 
Her other results are also in striking conflict with Steenbjeig’s. One soil with 
marsh-spot ydelded 25 p.p.m. of manganese to calcium nitrate solution — a sur- 
priangly high figure for any alkaline soil, let alone one with manganese deficiency ! 

K we omit the Romney Marsh soils as having some peculiar feature still to 
be revealed, it appears that we might draw a line for alkaline soils at about 
3 p.p.m. of exchangeable Mn when a magnesium salt is used for extraction, 
or 2 p.pjn. when an ammonium salt is used, as sufficient to guard against 
defidency disease. Unfortunately we cannot transform caldum or magnesium 
extracts to ammmiium extracts by using a constant factor. Further, a few 
defident soils contain more than 2 p.p.m. of Mh soluble in neutral ammonium 
acetate (30, p. 256; 40). 

In nearly all these cases, a value which is marginal or low for a pH of 7 becomes 
satisfactory if the pH is lowered to 6. 
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Available manganic oxide 

There remain, however, Si great number of neutral or alkaline soils which 
contain much smaller amounts of exchangeable Mn than this and yet are not 
deficient. The suggestion (12) that these owe their health to active manganic 
oxide, which can be a satisfactory source of the element if present in large 
amounts, has been supported in .America (30) and in England (40). Whether 
this manganic oxide can be used directly by roots or merely serves as a reserve 
of manganous ions for the soil solution, remains to be settled. Of the soils 
referred to in table 2, those with quinolHsoluble manganic oxide greater than 100 
p.p.m. Mn are healthy, whereas those with small amounts are deficient. The 
success of MnOj on the Mount Gambier and Penola soils also favors this hypoth- 
esis. So does the lasting effect of a 4-week waterlogging of the Mount Gambier 
soil. This soil is remarkable for containing a large amount of manganese which 
is dissolved by hsrposulfite but not by quinol and which, therefore, is not normally 
available. Apparently this store of Mn is reduced by the waterlogging and 
when eventually reoxidized is converted to a reactive hi^er oxide, which can 
supply the needs of the plant. Presumably, quinol and quinone have a similar 
lasting effect (36). 

According to Gericke (6), a sample of basic slag which vigorously decomposed 
HsOj was effective against gray-speck of oats. The Mh in basic slag may 
vary considerably in its activity. Two samples tested in this laboratory, one 
of which was prepared in Germany, contained 4.6 per cent Mn, but yielded only 
0.2 per cent Mh to a solution of quinol in 0.06 N HjSO*, and did not react 
markedly with cold HsOa. 

The contrary belief, that MnOj actually causes Mn deficienpy, has been associ- 
ated with Rothamsted Experimental Station (9) and was apparently based on 
Steenbjerg’s failure (36) to obtain a complete cure with precipitated MnOj 
as fertilizer on an alkaline sand high in hiunus — although it gave a ninefold 
increase in grain. This belief also relies on the autocatalytic nature of the 
microbial oxidation of manganous salts: once a colony of Mn-oxidizers is started, 
bivalent Mn ions from solution are adsorbed on the MnOz and oxidized there. 
Though rapid oxidation of bivalent Mn ions must, however, lower the avail- 
ability of the element, this argument has surely been overdone [e.p. (17)]; 
healthy soils can oxidize MnS 04 just as rapidly as deficient soils (14). If 
were really harmful, it must follow that the more MnSOi was added to a soil, 
the more deficient the soil would become. 

The most substantial contribution to this subject is the work of Mulder 
(18, chap. 6), according to whom copper compounds stimulate the bacterial 
oxidation of manganese. This result has been used to explain the intensification 
of gray-speck on the addition of OuSO*, which has been observed on peaty soils. 
Tests made in this laboratary, however, both with moist soils and with scil-agar 
plaques, showed that bacterial oxidation of MnS 04 was unaffected by CUSO 4 . 
Sherman et oZ. (31) have asserted that copper compounds actually retard this ox- 
idation and quoted experiments showing good effects of CUSO 4 on a Mn-deficient 
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soil. Antagonism between copper and manganese appears, then, to be peculiar 
to individual soil types. Incidentally, one can hardly accept the antagonism 
of excess ferrous iron (34) as a likely cause of Mn deficiency in a well-drained 
alkaline soil in the field, whatever may be found in water cultures. 

Limitations of quinol extraction 

The hypothesis that active manganic oxide is a satisfactory source of Mn is 
supported by every example of a good residual effect of MnS 04 or Mn02. Some 
observations, however, conflict with this hypothesis; some soils are rich in active 
Mn02 but fail to supply plants with normal amounts of Mn. The soils of 
Romney Marsh, already referred to as producing ‘‘marsh-spot,” are an example. 
These contain high concentrations of both exchangeable Mn and active manganic 
oxide. Next there are the many soils on which residual effects are low. It 
should not take more than 50 pounds of Mn per acre (or 200 pounds MnSOi 
crystals) to overcome deficiency, but this amount on some soils fails to have a 
pennanent effect. The University soil itself presents a peculiar problem. Oats 
and canaiy-grass, Phalaris minor (which grows as a weed), develop acute gray- 
speck on this soil even on plots which now contain over 200 p.p.m. of residual 
quinol-soluble Mn. These facts are still to be explained. No analytical method 
has ever been suggested which can distinguish between healthy and deficient 
soils in the range pH 7 to 8 without admitting striking exceptions. Not only 
does deficiency disease develop on some soils which yield ample Mn to ammonium 
acetate and quinol, but it fails to show on other soils which are low in quinol- 
soluble Mn, such as that quoted by Sherman et al. (31, p. 1081) which produced 
healthy oats after heavy liming while its quinol-soluble Mn was 1.6 p.p.m. All 
that can be said for the author’s suggested use of neutral quinol is that the number 
of exceptional cases becomes thereby much smaller than with the simple 
extraction with a neutral salt. The great majority of healthy neutral and alka- 
line soils contain over 100 p.p.m. of quinol-soluble Mn. Further, a good reserve 
of quinol-soluble Mn in an acid soil makes it unlikely that heavy liming Avill 
cause a deficiency. 

Analyses for Mn in the leaf have been successfully used for diagnosing 
deficiency (27) , but even they provide some exceptional cases. Though 15 p,p.m. 
is a reasonable dividing line between sick and healthy oat plants, sick plants 
have been reported with as much as 29 p.p.m. (17) and even 36 p.p.m. (31). 
The possibility of ever finding a universally valid chemical test is reduced by 
Gerretsen’s demonstration (7) that plants grown on a medium low in Mn are 
healthy as long as the medium is kept sterile but are attacked by gray-speck 
disease when the bacteria from “deficient” soil are introduced. He first 
identified the good effect of formalin with this action. Finally, little attention 
has apparently been paid to Hiltner’s observation (11) that plants given ad- 
ditional CO 2 were free from disease. Possibly this and other complicating factors 
must be considered on certain soils. 

Add deficient soils 

The vast majority of acid soils can supply ample Mn to plants, and some even 
supply an excess. Some, however, have been so severely leached that they too 
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have become deficient. The total Mn of these soils is low. Most recorded 
examples of Mn deficiency on acid soils are concerned with trees. This may be 
partly because the store of Mn is gradually locked up by a tree, and partly 
because many leached profiles have extremely poor supplies of Mn in the lower 
horizons, where the tree may be feeding. This seems to apply, for example, 
to the Norfolk series in Florida, where severe deficiency occurs at pH 5.8 (2). 
McCool (16) referred to a profile of Norfolk sandy loam containing only traces 
of Mn soluble in 0.2 N acetic acid below the first 12 inches. A particularly 
interesting case has been described from the coastal district of New South Wales 
north of Sydney. There, orange trees have less than 10 p.p.m, in their leaves 
and suffer from Mn deficiency when growing on a poor sand, of pH 4.5 to 6.0, 
derived from sandstone (16). Elsewhere on a similar soil type, beans accumulate 
600 p.p.m. Mn, though the soil contains only 6 p.p.m. extractable by 0.2 N 
acetic acid (22). This is evidently highly available while it lasts, and is all the 
more readily exhausted. The rainfall in this district is 49 inches, with a summer- 
autumn maximum. 

Correlation of gray-speck and marsh-spot 

Little work has been published on the occurrence of gray-speck and marsh-spot 
on the same soil, though Pethybridge (24) was first led to suspect the connection 
of Mn with marsh-spot by observing gray-speck of oats nearby. In the present 
studies, severe marsh-spot was found with ‘‘Greenfeast’’ peas growing in each 
of three pots of Penola soil; it was absent from one pot which had been treated 
6 years earlier with Mn02, Peas grew luxuriantly on Mt. Gambler soil and were 
free from marsh-spot though oats can barely produce grain on this soil; possibly 
peas can use the hyposulfite-soluble reserve (see table 2). Peas suffered severely 
on the untreated University soil and died without producing seed. On plots 
treated with MnS 04 5 years previously, peas grew fairly well, but the seeds 
were severely affected with marsh-spot. On plots treated with I pound Mn02 
per square yard in the year of the trial, the peas grew excellently and were free 
from marsh-spot, yet oats with the same treatment suffered acutely from gray- 
speck. 

DISTRIBUTION OP MANGANESE IN PROFILES 

The pedology of manganese has had surprisingly little attention in view of 
its close connection with the processes of soil formation. 

At least eight factom are concerned in the distribution of manganese; namely, 

(а) the weathering of minerals or dead plants to liberate manganous ion; 

(б) downward movement of Mn++ in drainage water; (c) equilibrium between 

Mn"*^ in solution and as exchangeable cation attached to negative colloids, 
organic or inorganic; (d) uptake of Mn^*^ by roots, followed by its restoration 
in litter on the surface; (c) oxidation of by oxygen to higher oxides, 

normally a bacterial action; (f) aging of manganic oxides from highly reactive 
to less reactive or inert forms ; (g) reduction of manganic oxide to Mh+^ by organic 
matter or by anaerobic bacteria; (h) direct absorption of manganic oxides by 
plants or microorganisms. The first four of these are shared by other metals, 
the last four are not. 
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Total manganese 

There are several patterns of distribution of total Mn in a profile, of which 
the folloAving are the commonest: 

1. Surface accumulation, minimum in subsurface, then increase with depth. Various 
lesMshed soils have this pattern, and probably many more would be found to have it if 
the surface horizon were separated into fractions. Manganese, like calcium, is often 
concentrated at the surface of leached soils through the action of plants. 

2. Steady decrease with depth. This is also<found in leached soils, especially in those 
with red tones. 

3. Steady values throughout profile. Pedocals and unleached soils belong here. 

4. Accumulation in the subsoil. Some t 3 rpes contain such a horizon, often just above 
a calcareous layer. 

The place of factor (d) in producing surface accumulation has seldom been 
discussed. A flora producing a ton of dry matter per acre annually, containing 
200 p.p.m. Mn (a modest figure for an acid soil), could accumulate 40 pounds 
per century if all the element were collected from lower layers and fixed in the 
surface layer. Since the surface soil would itself supply much of the plant’s 
intake, however, it seems that this process cannot account for differences of 
two or three parts per thousand in total Mn between upper and lower horizons, 
though it may well accoimt for the distribution of ‘^active” Mn. Factor (e) 
has been shown by Drosdoff and Nikiforoff (4) to be of great importance in local- 
izing concretions of higher oxides. 

Active manganese 

Not much information is available as to the distribution of active Mn in 
profiles — ^the term ‘‘active” being used to include exchangeable Mn plus that dis- 
solved from higher oxides by neutral quinol or by dilute acetic acid. It appears 
that the patterns described for total Mn are reproduced for active Mn, but with 
much stronger contrasts between horizons. McCool (16), who was interested 
in the accumulation of toxic quantities of Mn in acid soils, determined the 
amounts extracted by 0.2 N acetic acid from several profiles. The typical 
leached soils show a high concentration of active Mn at the surface, with a sharp 
decrease in the subsoil. If a lower horizon is alkaline, the active Mn increases 
again with depth; otherwise it remains very low. The one pedocal in his col- 
lection (Scoby loam) is well supplied throughout with active Mn, no horizon 
having less than 48 p.p.m. An extreme case in surface concentration is his 
Orangeburg sandy loam, with 105 p.p.m. in the surface 2 inches (of pH 6.6) 
and only traces below this. The absence of reactive manganic oxide from leached 
subsoils may often be due to waterlogging followed by slow drainage, which would 
remove manganous ion and eventually leave behind only inert higher oxides 
which are not affected by waterlogging. This has evidently occurred in the 
Penola soil referred to earlier, which has been reclaimed from a swamp, and 
contains about 50 p.pm. Mn, only 1 part of which is extractable by gentle 
reagents. 

Gisiger (8) referred to profiOies in which Mn is extracted with quinhydrone at 
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pH 7. These are neutral or alkaline and contain over 100 p.p.m. active Mn 
throughout. A profile near Adelaide, which is only slightly leached and contains 
CaCOs in the horizon, shows a similarly good supply (42), with every horizon 
exceeding 100 p.p.m., and over 400 p.p.m. in the top 4 inches. 

Robinson (28) also studied several profiles showing zones of accumulation 
of active Mn either in the surface or in the subsoil. He was chiefly interested, 
however, in extreme cases where there were concretions as large as sand and 
rich in Mn02. Active Mn in these profiles was closely related to total Mn and 
to pH. Sherman and his colleagues (31, 32) also quoted profile analyses that 
agree ■with the above results. 

« These analyses agree, for the most part, with the observation of Hendricks 
and Alexander (10) that the Bj horizons of kaolinitic soils ^ve no reaction •with 

TABLE 6 


Total and guinolsoliMe manganese in two leached profiles of southern Victoria 


SOIL 

DEPTH 

lEXTUSE AKD COLOR 

pH 

TOTAL 

Mn 

■ 

KATIO 

QTJINOL- 

SOLUBLE 

Mh 

TOTAL Mn 


inches 



P,pM, 

p,pM. 


Podzolized soil on 

0-6 

Gray loam 

6.0 

128 

26 

.20 

Silurian mud- 
stone 

6-12 

Gray clay loam 

6.1 

120 

16 

.13 


12-22 

Grayish yellow clay 

6.0 

66 

4.6 

.07 


2^5 

Yellow clay 

6.8 

39 

1.1 

.03 


36^8 

Yellow clay with decom- 
posing rock 

6.0 

38 

0.6 

.02 

Bed loam on 

0-13 

Brown clay loam 

6.8 

1970 

664 

.28 

Eocene basalt 

13-23 

B.ed-brown clay 

6.6 

1000 

246 

.24 


23-32 

Red-brown clay 

6.8 

442 

44 

.10 


32-48 

Red clay 

6.7 

262 

12 

.03 


* The quinol-Boluble manganese ■was detennined by 6 hours’ leaching with 0.5 M cal- 
cium nitrate solution containing 0.2 per cent quinol. 


benzidine salts, whereas those of montmoiillonitic soils give a strong blue color. 
Eaolinite is associated with low pH and leaching; mobile manganese in such soils 
is quickly absorbed by roots or removed in drainage. Montmorillonite persists 
in neutral or alkaline reactions where leaching is not intense, that is, in those 
environments where active manganic oxide can accumulate. Because of this 
coincidence, a positive reaction with benzidine is a good indication of montmo- 
rillonite. This rule also has exceptions; some red kaolinitic subsoils contain 
active oxides. The possibility tiiat ferric compounds in the soil might also ^ve 
a positive test (21) can be ruled out by dissolving the benzidine salt in ammonium 
acetate at pH 7, in which solution ferric compounds do not react. Benzidine, 
however, is not a general reagent for montmorillonite clays (5) ; it merely happens 
to react •with many montmoiillonitic soil horizons. 
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The rate of “aging*^ of active oxide into inert forms [factor (/) in the foregoing 
list] must also be concerned in all these profiles, but all that can be inferred defi- 
nitely is that it is not very rapid in pedocals. 

McCool (16) also used another measure of active Mn in acid soils — namely, 
storing the moist soil at 72°F. or higher temperatures for a month, and then 
extracting the soil with water. He mentioned one soil that yielded 12 p.p.m, 
water-soluble Mn after a month at lOOT. This test is useful for highly acid 
soils which may accumulate toxic amounts of Mn by the interaction of organic 
matter and manganic oxide, but it does not apply if microbial oxidation is appreci- 
able. In moderately acid soils the water-soluble Mn actually diminishes with 
time of storage. 

The analyses ^ven in table 5^ are from the profiles of two representative 
types in the leached zone of southern Victoria. These show what appears to 
be the common pattern of a rapid decrease in active Mn with depth and a rapid 
decrease also in the ratio of active to total Mn. 

STJMMABY AND CONCLUSIONS 

The great majority of neutral and alkaline soils provide plants with adequate 
manganese. Most of these soils contain considerable amounts of reactive man- 
ganic oxide 'which can be extracted by a neutral solution of quinol. This solution 
gives a useful test of the ability of the soil to provide manganese. Some soils 
high in this reactive oxide, however, are associated with deficiency disease, 
while others with little extractable manganese are free from it. It seems that 
no single test can distinguish with certainty between healthy and deficient 
soils. 

Figures for reactive manganic oxide in profiles are re'viewed. The amount 
of this reactive oxide diminishes rapidly with depth in many leached soils. 
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DIFFERENTIAL THERMAL ANALYSIS OF HAWAIIAN SOILS^ 

L, A. DEAN* 

Hawaii Agricultural Experiment Station, 

Although Hawaiian soils have been rather esctensively studied, little is known 
about their clay or colloidal constituents. Hendricks and Fty (4), Kelley, 
Dore, and Brown (6), and others have demonstrated that the inorganic colloids 
of many soil types are largely crystalline. More recently, Kelley and Page (6) 
presented evidence which suggests that the colloidal material of certain soils 
from Hawaii and elsewhere contain considerable amounts of amorphous 
materials. 

In this investigation the differential thermal method was applied to certain 
representative Hawaiian soils for the purpose of studying the kinds and amounts 
of crystalline materials present, special consideration being given to the distri- 
bution of the kaolin minerals in relation to soil-forming factors. 

QUALTTATIVB AND QUANTITATIVE DETERMINATION OP KAOLINITE AND 
HALLOYSITE BY THE DIPPEEENTIAL THERMAL METHOD 

When the method of differential thermal analysis is applied to the minerals 
kaolinite and halloysite, there is a well-defined endothermic reaction a)t 600® to 
600®C. This phenomenon apparently corresponds to the breaking of the 
crystal structure and the liberation of a definite quantity of water. It was sug- 
gested by Norton (7) that the magnitude of the displacement of the thermal 
curves corresponding to this reaction would be proportional to the concentration 
of mineral in a given mixture; others (1, 8) also have considered the area of dis- 
placement in relation to concentration. 

The temperature at which the peak (maximum deflection of the differential 
galvanometer) of the endothermic reaction occurs is given by several investi- 
gators as 550® to 600®C, Increasing the heating rate tends to increase the 
temperature at which the peak occurs. Grim and Rowland (3) and Kelley and 
Page (6) suggest that the peak for halloysite occurs at a slightly lower temper- 
ature than that for kaolinite. 

The differential thermal method was applied to dilutions of the kaolin minerals 
for the purpose of obtaining standards to aid in the qualitative and quantitative 
intei^retation of thermal curves from kaolin-containing soils. Artificial mixtures 

^ Published with the approval of the director as Technical Paper No. 107 of the Hawaii 
Agricultural Experiment Station. 

* Formerly associate chemist, Hawaii Agricultural Experiment Station, now senior 
soil scientist, Bureau of Plant Industry, Soils, and Agricultural Engineering, U. S. Depart- 
ment of Agriculture, Beltsville, Maryland. This investigation was conducted in the 
laboratories of the Division of Soils, University of California, The writer wishes to ack- 
nowledge his indebtedness to W. P. Kelley and J. B. Page, who tendered the facilities and 
many helpful suggestions and criticisms. 
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or dilutions of kaolinite® and halloysite^ with ignited aluminum oxide were 
prepared by placing appropriate amounts in an agate mortar and grinding until 
an intimate mixture of the two resulted. Tracings of the parts of the original 
differential thermal curves corresponding to the endothermic reactions for the 
various dilutions are given in figure 1. All curves were prepared by using the 
same weight of mixture uniformly packed into the heating block. 

Temperature of endothermic peaks in relation to dilution 

Figure 1 indicates that the dilution of kaolinite or halloysite affects the temper- 
atures at which the endothermic peaks occur. The lower the concentration, 
the lower the temperature of the peak. For the same concentration the temper- 
ature for kaolinite is always about 20°C. higher than that for halloysite. 


Kootinite Holloysitt 



Fiq. 1 . ENnoTHEBMio Peaks of Kaolinite and Hallotsite in Relation to Dilution 

IN Ignited Alimnum Oxide 

Thus, it did not appear probable that the temperature at which the endothermic 
peak occurs would be a satisfactory criterion to distinguish between kaolinite 
and halloysite in soils. 

Measurement of magnitude of the endothermic peaks 

The quantitative estimation of the amounts of kaolinite or halloysite from the 
magnitude of the endothermic peaks requires a satisfactory method for com- 
parison with standard curves. Rough estimates can be arrived at by comparing 
an unknown curve with tracings of standard curves made on transparent paper. 
For a more refined method, however, the area or some other function of the dis- 
placement must be evaluated. 

* Kaolinite, Langley, South Carolina, 

* Halloysite, variety Ihdianaite. 
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In order to measure the area of the endothermic peaks it is necessary to 
establish the line of zero deflection and the point of departure therefrom. A 
study of numerous differential thermal curves including those from soils indicated 
that in many instances uncertainties will arise. The presence of organic sub- 
stances and other unidentified materials is apparently responsible for the irregu- 
larities obrerved. Consequently, the trigonometric functions of the angle formed 
by extending the straight sides of the peaks was considered in relation to the 
concentration. For convenience, this angle is termed “angle a” or “peak 
angle.” Figure 2 illustrates the construction lines used in forming the peak 
angle. The general procedure is to lay a straight edge along the sides of the peak 
and extend the straight part of each side. Then the sine of this angle can rather 
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simply be determined by measuring 10 cm, from the vertex along the right-hand 
side and constructing a right triangle with a hypotenuse of 10 cm. The reciprocal^ 
.of the sine, the cosecant, was found to be the most convenient function for 
Ibxpressing the magnitude of the peak angle. 

Experience demonstrated that the trigonometric functions of the peak an^es 
were a reliable measurement on which to base the magnitude of the endothermic 
effect of kaolinite and halloysite. When a trigonometric function of the peak 
angles for duplicate thermal curves of the same mixture were compared, excellent 
agreement was usually found. 

In table 1 are given the cosecants of the peak angles and the ratios of concen- 
tration to cosecant of the peak an^e for various dilutions of kaolinite and 
halloysite in ignited aluminum oxide. Since these ratios are nearly constant for 



L. A. DEAN 


the range in concentration of 10 to 70 per cent, it is possible to assume that 
between these limits a linear relationship exists. The irregularities which do 
occur are attributed more to the difficulties of preparing uniform mixtures of 
two powders than to inaccuracies in the differential curves or their measurement. 
Also given in table 1 are the areas of the endothermic peaks and the ratios of 
concentration to area for the various dilutions of kaolinite and halloysite. The 
area measurements did not give so consistent a ratio with concentration as did 
the angle method. This was especially true of the halloysite mixtures. At 
corresponding concentrations, the areas of the peaks for kaolinite were consider- 
ably greater than those for halloysite. In an unknown sample, such as a soil, 
where it is difficult to H igtingriiab between halloysite and kaolinite the area 
method would seemingly be less satisfactory than the method employing trigono- 

TABLE 1 


Relationship of concentration of kaolimte or halloysite to the cosecant of the peak angle 
and the area of the endothermic peak 



2A0£Z2nTE 

HALLOYSrCB 

CONCENIXA' 

TION 

Cosecant 

peak 

angle 

Katie 

Concentra- 

tion 

Area of 
peak 

Ratio 

Concoitra- 

tion 

Cosecant 

peak 

angle 

Ratio 

Concentrap 

tion 

Area of 
peak 

Ratio 

Concentra- 

tion 


Cosecant 

Area 

Cosecant 

Area 

per cent 







sqxm 


10 

1.001 

9.99 


11.9 

1.15 

8.7 

0.40 

25.0 

20 

1.85 

10.9 


9.2 

1.72 

11.6 

0.99 

20.2 

30 

3.12 

9.62 


8.1 

3.15 

9.55 

2.46 

12.2 

40 

3.86 

10.4 

4,87 

8.2 

4.13 

9.70 

2.67 

15,0 

50 

4.65 

10.8 

5.91 

8.5 

5.26 

9.52 

3.49 

14.3 

60 

5.99 

10.0 

6.41 

9.4 





68.75 

6.80 

10.1 

7.12 

9.6 





75 

10.00 

7.5 



7.04 

10.7 

5.12 

14.6 


metric functions, since at the same concentration the peak angles for kaolinite 
and halloysite seem to be approxinoately of the same magnitude. 

By changing the resistances in series with differential galvanometer, it is pos- 
sible to extend the range of concentrations for which the above described quanti- 
tative measxirements are adaptable. 

Shape of the endothermic peaks 

Figures 1 and 2 show a consistent difference in the shape of the endothermic 
peaks for kaolinite as compared with those for halloysite. The angle between 
the right-hand side of the peak angle and a perpendicular constructed to pass 
throu^ the vertex (angle iS, fig. 2) was always smaller for a given concentration 
of halloysite than for the corresponding concentration of kaolinite. Unfortu- 
nately only one variety each of kaolinite and of halloysite is represented, and it 
is po^ble that different varieties will give different-shaped endothermic peaks. 
Norton (7), for example, has shown that the particle size of kaolinite influences 
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the shape of the endothermic peak; the £ne particles giving a smaller an^e 
than the coarser ones. 

DISTBIBT7TION OF KAOUNIFE AND HALLOYBITB IN HAWAIIAN SOHjS 

Maimcds and methods 

Soils from 20 selected locations in the Hawaiian Islands and two soils from 
Tahiti ^ere utilized in this investigation. The factors which may have caused 
differences in the nature of the colloidal constituents of these soils are rainfall, 
maturity, and nature of parent material. The limits of rainfall from which 
soils were selected were 16 and 260 inches annually. The forms of parent 
material between which it is possibly significant to distinguM are (a) volcanic 
ash, porous, partly ciystaJline and partly glass in nature; (6) aa lava, a rough, 
rapidly cooled surface lava containing gas pores and frequently only partly 
crystalline ; and (c) pahoehoe lava, smooth, slowly cooled lava, lao^ly crystalline. 

Differential thermal curves were obtained on all soil samples after they had 
been pretreated with hydrogen peroxide to remove most of the organic matter. 
The differences in the curves obtained from an untreated soU, an HsOrtreated 
soil, and the clay from an Hi02-treated soil are illustrated in fiigure 3. The soil 
o;[^anic matter apparently refi.ects its presence by a broad exothermic effect 
extending from 260° to 600°C.; this was almost completely eliminated by the 
hydrogen peroxide treatment. Comparison of the curve for the clay with that 
for the organic matter-free soil indicates that nothing was gained by making the 
clay separation. 

The amounts of kaolin minerals in the soil samples were estunated from the 
differential thermal curves by using the equation : percentage of kaolin mineral ss 
10 cosecant of peak angle. 

DistnbuMon of kaolin minerals in surface soils 

The differential thermal curves from the surface soils from Hawaii and Tahiti 
gave no indication that the surface soils contmned clay minerals other tiian those 
of the kaolin type. This does not, however, predude the possibility that soils 
from these areas mi^t contain other clay minerals. Moreover, in 9 of the 22 
soils examined, evidence that even the kaolin minerals exist is incondudve. 
Estimates of the amoimts of kaolin in the surface soils are listed in table 2. 
The amounts apparently varied from little or none to approximately 60 per cmt. 

For the purpose of discussion the soils were divided into the following groups 
according to their percentage of kaolin: 1. containing 20 per cent or more, 
2. containing 6 to 20 per cent, and 3. containing less than 6 per cent. The 
soils in group 1 are all residual and come from areas of moderate rainfall, 20 to 90 
indies. Presumably they were all devdoped from weathered basaltic lavas of 
the pahoehoe t3fpe. The soils placed in groups 2 and 3 come from a wide range 
of rainfalls, and there is no consistent source of parent material. 

Why is it that the soils in groups 2 and 3 have such a low amount of kaolin? 
Is it because the kadin minerals were not formed as the parent material 
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weathered or were they formed and then subsequently disappeared as a result 
of decomposition or deflocculation? Possibly the data (table 2) lend support 
to the hypothesis that in the weathering of porous, only partly crystalline 
materials such as volcanic ash and aa lava, under conditions of heavy rainfall 
the removal of certain of the products of decomposition is so rapid that there 
is little opportunity for the formation of the kaolin minerals, whereas under 
conditions of moderate rainfall there is a perceptible formation of kaolin minerals 
from these materials. On the other hand, in the less porous, compact lavas of the 

TABLE 2 


Estimated kaolin content of surface soils from the Hawaiian Islands and Tahiti 


OXOUP 

SOIL NO. 

LOCATION 



KAOLIN 

1 

41-148 

Aiea, Oahu 

Weathered basalt 

iiuAes 

50 

perutU 

63 

1 

39-481 

Ewa, Oahu 

Weathered basalt 

20 

67 

1 

i 37-491 

Poamoho, Oahu 

Weathered basalt 

45 

45 

1 

40-20a 

Waiznanalo, Oahu 

Weathered basalt 

90 

31 

1 

40-17a 

Nuuanu, Oahu 

Weathered basalt 

90 

21 

1 

37-357a 

Halemanu, Oahu 

Weathered basalt 

80 

20 

2 

40-288 

Makiki, Oahu 

Aluvium 

30 

n 

2 

42-38a 

Pensacola, Oahu 

Volcanic ash 

80 

19 

2 

40-420a 

Paauhau, Hawaii 

Weathered basalt 

65 

19 

2 

42-22a 

Aiea, Oahu 

Volcanic ash 

75 

mm 

2 

40-213a 

Kona, Hawaii 

Aa lava 

70 

19 

2 

38-349 

Papara, Tahiti 

Aluvium 

100 

19 

2 

41-147 

Hilo, Hawaii 

Volcanic ash 

165 

n 

3 

37-397a 

Naalehu, Hawaii 

Volcanic ash 

45 

<5 

3 

37-396a 

South Point, Hawaii 

Aeolin material 

15 

<5 

3 

41-165a 

Honomu, Hawaii 

Volcanic ash 


<5 

3 

38-341 

Haapax>e, Tahiti 


65 

<5 

3 

40-425a 

Blaiwiki, Hawaii 

Volcanic ash 

115 

<5 

3 

41-150a 

Kilauea, Kauai 

Weathered basalt 

65 

<5 

3 

42-40a j 

Tantalus, Oahu 

Volcanic ash 

100 

<5 

3 

40-423a 

Hamakua, Hawaii 

Volcanic ash 

120 

<5 

3 

40437a 

Olaa, Hawaii 

Aa lava 

170 

<5 


pahoehoe type the movement of water and products of decomposition is impeded 
and the conditions for the formation of kaolin are possibly more favorable. 

It is rather difficult to explain certain of the properties of many of the soils in 
group 3. The differential thermal curves indicate the presence of almost no 
day minerals, and in addition, some of the soils have almost no hydrous oxides. 
Yet these soils fix high amounts of phosphate, and certain of them have been 
shown by Ayres (2) to have relatively high inorganic base-exchange capacities. 
It is possible that some of the soils in group 3 contain alterations of the kaolin 
minerals and thus fail to give characteristic differential thermal curves. In 
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this connectioDL it is of interest to examine the differential thermal curves from 
phosphated and unphosphated halloysite®, which had been baU-mill-ground 
for 9 days (fig. 4). These curves indicate that grinding reduced the t 3 npical 



Fig. 3. Comparison op Differential Thermal Curves from an Untreated Soil, 
THE Same Soil after Hydrogen Peroxide Treatment, and the Clay Extracted 
FROM the Soil after Hydrogen Peroxide Treatment 

(Aiea soil No. 41448) 



Fig. 4. Effect of Grinding and Phosphaung on Differential Thermal Curves 

of Halloysite 

endothermic effect by about 80 per cent, whereas the phosphated material gave 
almost no evidence of the presence of halloysite. 

* These materials were prepared by P. R. Stout, Division of Plant Nutrition, University 
of California* 
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Fig. 5. DiFnBBXNTiAL Thbsical Ogsvbs tboic a Soil Fbotilb, Halt bm an u, Oahxt 

(No. 37-357) 



Fig. 6. DiFFSBxomAL Thermal Cubves from a Soil Pbofilb, Aiba, Oahu (No. 42-22} 
Horizmtal distnbiUion of kaolin 

This study of the distribution of kaolin in Hawaiian soils also entailed a con- 
sideration of the vertical distribution in the various soil horizons. Figures 6 and 
6 diow differential thermal curves of relatively mature residual soil profiles 
presumably developed from weathered basaltic lavas of the pahoehoe type, 
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whereas figures 7 and 8 are from soil profiles developed from aa lava and volcanic 
ash, respectively. 

The two soil profiles developed from pahoehoe lava (figs. 5 and 6) are similar 
in that the surface horizons are low in kaolin, while the parent material and other 
subsurface horizons are high. Of particular interest was the parent material 
of the soil profile from Halemanu. This material came from about 30 feet below 



Fig. 7. DirrBBENTiA.i. Thubmat. CtnsvEs from a Soil Pbofilb, Eona, Hawaii (No. 40-218) 



Fig. 8. Diffbbi!Ktial Thrioul Gxjbvbs irom a Soil Frofhjs, Pbnsacola, Oahu 

(No. 42-38) 

the surface and apparently contains about 65 per cent kaolin. When this sample 
was collected it had all the appearances of unaltered rock; however, it was ea^y 
removed with a pick and when dried it crumbled readily. Apparently the for- 
mation of kaolin occurred early in the decomposition of this material. 

Since the soils from Halemanu and Aiea (figs. 5 and 6) are residual in origin 
it seems likely that the low kaolin content of the surface horizons resulted either 
from the chemical decomposition of these minerals or from their defloccularion 
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and removal in colloidal suspension. Possible evidence of the latter appears 
in the Halemanu soil profile. The 23 to 39-inch horizon is appreciably higher 
in kaolin than the other horizons. 

The soil profiles developed from volcanic ash and aa lava offer an interesting 
contrast to those just discussed. Here, the greatest amounts of kaolin are found 
in the surface soils. Profiles of this type are usually shallow and are considered 
relatively immature. In the Kona soil (fig. 7), the actual presence of kaolin 
could reasonably be doubted. The exothermic peaks are oddly shaped and are 
unusually large in proportion to the endothermic peaks. With the information 
now avj^ble it is not possible to decide why the parent material has not been 
rapidly kaolinized. Possibly age, mineralogical composition, and moisture 
relationships should be considered in this connection, 

DISTMBU'nON OF HYDROUS OXIDES IN HAWAIIAN SOILS 

It has been generally assumed that most Hawaiian soils contain abundant 
amounts of hydrated iron and aluminum oxides. This assumption has been 
based, for the most part, on their color and high phosphate-fixing capacity. How- 
ever, the differential thermal curves for the 20 Hawaiian surface soils character- 
istically indicated the presence of only relatively small amounts of these oxides. 
In only two soils were high amounts of hydrous iron and aluminum oxides found 
to be present. These were from Kilauea, Kauai (41-160a) and from Kaiwiki, 
Hawaii (40-425a), They probably contained about 40 per cent of a mixture of 
bauxite and goethite. There was no evidence that any of the other soils con- 
tained in excess of 10 per cent of these materials. 

SUMMARY 

This paper on differential thermal analysis as applied to Hawaiian soils give- 
consideration to : (a) the application of the method to the qualitative and quantis 
tative estimation of halloysite and kaolinite, and (b) the distribution of kaolin 
in Hawaiian soils. The msults may be summarized as follows: 

The temperature at which the maximum endothermic effect for kaolinite and halloysite 
occurs depends upon the concentration or dilution of these materials. 

The magnitude of the defiections caused by the endothermic effect is related to the 
concentration of material in a mixture, and trigonometric functions of the angle of the 
peaks are suggested as a means of evaluating this effect. 

Only clay minerals of the kaolin type were identified in the surface soils examined, and 
the amounts present were found to vary from 0 to 60 per cent. 

Apparently when lavas of the pahoehoe type are weathered, kaolin is readily formed, 
and the soils which are subsequently developed have lower amounts of kaolin in the surface 
than in the subsurface horizons. 

Soils formed from volcanic ash and certain porous lavas are generally low in kaolin; 
the surface soils contain more than the subsoils. 
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The soils in the semiarid sections of the interior of British Columbia tend to 
be relatively high in their content of soluble salts. In many small spots through- 
out the farming and grazing areas, the soils are too saline for normal plant growth. 
The process of salinization has in many cases been aggravated by irrigation 
and by consequent seepage from above. An investigation is now under way 
into the soluble salt contents of soil samples from a wide area in the interior of 
the province. As a preliminary to this investigation, the use of an electrical 
resistance meter has been tested for determining the soluble salt content. This 
paper summarizes the findings with regard to the use of the resistance meter. 

REVIEW OP LITERATURE 

Pioneer work on the use of an electrical resistance meter for determining the soluble salt 
content of soils was done by Davis and Bryan (6) in 1910. They found that the resistance 
of a soil extract bore a close relationship to the content of mixed soluble salts. The time 
required, after wetting, for the soil solution to reach equilibrium varied from 5 minutes to 
26 minutes. Tables are given relating the salt content to the resistance readings at 60®F. 
In 1939, Gustafson and Behrman (8) concluded that the total salt content of a solution 
could be determined reasonably accurately by the conductivity procedure. They calcu- 
lated factors to use for each type of solute. In 1943, Dunkle and Merkle (7) obtained a 
close positive correlation between the reciprocal ohms of a 1:2 extract and its soluble salt 
content. The regression line was straight. Merlde and Dunkle (13) reported similar 
results in 1944. With both mineral and organic salts present in the solution, they obtained 
the equation x » 206, Zy — 0.01186, in which x percentage of soluble salts and y « ohms 
. X 10"®. The agreement was very close, and the use of the resistance meter was considered 
to be quite satisfactory for this purpose. Magistad and Christiansen (10) do not consider 
the conductivity procedure to be entirely accurate. They have expressed the belief that 
in studies of excess salt content, direct measurement of the osmotic pressure would be more 
reliable. Magistad and Reitemeier (9), however, found a close relationship between the 
electrical conductance and the osmotic pressure (determined by means of the freezing- 
point depression) of soil solutions. Magistad (11) pointed out that for routine field work 
the electrical conductance method is more convenient to use than the freezing point de- 
pression method. 

The ratio of water to soil has received considerable attention. In 1924, Scofield (44) 
found that with successive dilution the salt content of the extract was reduced but the calcu- 
lated soluble salt content of the soil was increased. He concluded that it was desirable to 
use a low ratio of water to soil. He obtained his extracts by displacement at the moisture- 
holding capacity and by centrifuging at the saturation point. In 1942, Anderson et aL 
(1) obtained more solutes from the soil with a 1:10 extract than with a 1:2 extract. In 
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1945, IMagistad et ah (12) obtained results similar to those of Scofield. For accurate results, 
they recommended extraction at a moisture content close to the moisture-holding capacity, 
using the displacement or the pressure-membrane method. For routine work, however, 
they suggested that a 1:1 ratio should prove satisfactory. 

A number of workers have investigated the effects of filtering before taking electrical 
resistance readings. In most cases (10, 12, 13, 14), filtering has been recommended. In 
other cases (1) , letting the soil-water mixture stand for a while and using the supernatant 
liquid has proved satisfactory. Magistad et dl. (12) reported that the direct determination 
of resistance on a thick soil paste was not reliable. 

The length of time to allow the soil and water mixture to stand before readings are taken 
has also received consideration. In 1942, Anderson et cd, (1) found that after 24 hours the 
salt content of the extract increased. This was attributed largely to the action of micro- 
organisms, but partly to the slow solution of certain inorganic compounds in the soil. 
These results are in line with those reported at various times on the effects of time of stand- 
ing on the contents of individual elements in the extracts. In actual practice, all the way 
from 20 minutes (5) to 24 hours (1, 14) has been used. 

There has been some difference of opinion as to the best method of expressing the results 
of electrical resistance readings. Scofield (14) felt that the readings should always be 
expressed as parts per million of soluble salt content of the dry soil. Anderson et ah (1) 
also converted their data into parts per million of dry soil. For the most part, however, 
investigators appear to have preferred to express their results as reciprocal ohms (mhos) 
X 10^ (1, 3, 7, 12). In some cases (1, 5) temperature corrections have been made to GO^'F.; 
in other cases (3, 7, 12, 15) to 25X. 

RELATION BETWEEN CONDUCTIVITy AND SALT CONTENT 

A number of 1 : 1 extracts (1 part of soil to 1 part of distilled water) were 
prepared from soils varying widely in salt content. In addition, samples of 
irrigation water and of drainage water were obtained from different parts of the 
Okanagan Valley. Determinations of salt content and electrical conductivity 
were made on each of these solutions. The salt content was determined by 
evaporating an aliquot to dryness, and the conductivity was determined with 
an Industrial Instruments Conductivity Bridge, Model RC-1.® The electrical 
resistance readings thus obtained were corrected to 25®C., and were expressed 
in terms of mhos X 10.® The figures thus obtained are termed, for the sake of 
simplicity, “conductivity values.” 

The data obtained are summarized in table 1 and charted in figure 1. The 
equation of the curve in figure 1 is s = 7.8 c + 0.01535 c^, in which s = salt 
content, in parts per million, and c = conductivity, in mhos X 10® at 25°C. 

It is recognized that there are major variations from district to district in the 
type of salt contained in the soil solution and in the irrigation water. A curve 
established in any one locality could therefore not be applied in another locality 
without a preliminary check with a number of samples (2). The curve in 
figure 1 illustrates, however, that for routine work such a curve may be 
established and used in any one district for converting electrical conductivity 
into parts per million of salt content. 

» The Industrial Instruments Conductivity Bridge, Model RC-1, contains an A.C. bridge 
with cathode ray visual null indicator (electric eye) . It measures the specific resistance of 
electrolytes from 0.2 to 250,000 ohms. The cell used in this investigation had a cell con- 
stant of 2.34, which was found to be satisfactory for the range of resistances encountered. 
The platinized electrodes were protected by a cylinder of heavy rubber. 
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EFFECTS OP S0IL:WATBE R^lTIO ON CONDUCTIVITY 

The procedure used in testing the effects of an increasing ratio of water to 
soil was to mix each soil sample with distilled water in soil: water ratios of 2:1, 

TABLE 1 


Relation between conductivity and salt content 


SOLUTION NUUBEK 

coNDUcnvrry value* 

SALTCONTEKT 

62 

12 

ppm, 

96 

63 

3 

33 

64 

4 

73 

66 

8 

81 

66 

4 

61 

67 

30 

241 

68 

34 

286 

69 

6 

1 56 

60 

74 

634 

61 

39 

293 

62 

4 

60 

63 

50 

466 

64 

3 

50 

66 

2 

36 

66 

2 

34 

67 

4 

39 

68 

37 

29i 

69 

55 

441 

70 

8 

77 

71 

3 

59 

72 

16 

109 

73 

41 

323 

74 

2 

27 

75 

3 

39 

80 

92 

848 

81 

250 

3017 

82 

377 

6128 

83 

58 

609 

84 

153 

1650 

85 

45 

400 

86 

330 

4160 

87 

109 

1200 

88 

m 

2040 

89 

72 

660 

90 

39 

330 

91 

101 

1040 

92 

47 

388 


* Conductivity expressed as mhos X 10*, at 25°C. 


1:1, 1:2, 1:4, 1:8, 1:16, and 1:32, let each mixtuie stand overnight, mix a^dn, 
let settle for an hour, and take a resistance reading on the supernatant liquid 
without filtering. With five samples, additional readings were obtained at 
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ratios of 1 : 64 and 1 : 128, as well as at or close to the moistxire-holding capacity. 
For this last, a soil tube somewhat similar to that suggested by Burd and Martin 
(4) was used, with the moisture forced out the bottom end by a low pressure 
(10 to 20 pounds) of nitrogen applied at the top. In one series of these tests 
at the moisture-holding capacity, the tube was filled with dry soil, water was 
added at the top until it started to drip out the bottom, and the soil was allowed 
to stand wetted overnight before pressure was applied. In a second series 
of tests, the same procedure was used, except that the tube was tdmed upside 
down while being wetted. 



The equation of this curve is a 7.8 c + 0.01535 c®, in which « *« salt content in parts 
per nodllion and c =» conductivity in mhos X 10®, at 25®C, 

In these tests at moisture-holding capacity, higher conductivity values were 
obtained when the tube was wetted right-side up than when it was wetted upside 
down. This appeared to be due to the transportation of dissolved salts in the 
advancing water front as the soil was wetted, resulting in a higher accumulation 
at the bottom of the tube when wetted from the top, and at the top of the tube 
when wetted from the bottom. The first liquid obtained was always that forced 
out from the bottom of the tube. The most reliable figure for each soil appeared 
to be that obtained by averaging the two values obtained by the two methods 
of wetting, and this, accordingly, was the figure used. 
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Some of the soil samples used were obtained from orchard fertilizer plots, 
and some from saline areas. The results obtained are summarized in table 2, 
and some of them are charted in figure 2. In figure 2, the values for conduc- 
tivity and for percentage of water are both expressed in terms of their logarithms. 
On this basis, many of the curves were straight or almost straight between ratios 
of 1:0.5 and 1:32. With some soils, the conductivity values were lower at 
1 :0.5 ratio than at 1 : 1 ratio. In all such cases, these soils contained such hi^ 
percentages of clay that at the 1:0.6 ratio the imfiltered mixture was very thick 


TABLE 2 

Electrical conductivity as affected by sdlwaater ratio 


son 

MJBE.C.* 

COMDUCnVlTYt at TOXXOmNO soil: WAXES SATIOS 

KUICBXX 

Mn.c. 

1:0.5 

■SI 

■01 

■SI 

1:8 

1:16 

1:32 

1:64 

1:128 


percmt 











201 

22.2 


243.3 

125.0 

67.7 

35.4 

21.7 

11.8 

6.9 

4.7 

3.8 

206 

22.9 

123.0 

54.8 

40.0 

22.3 

17.6 

14.8 

10.4 

9.3 

8.3 

7.0 

211 

34.8 

642.5 

460.8 

295.5 

193.3 

115.6 

68.6 

40.3 

25.1 

18.2 

13.3 

212 

38.2 

184.8 

101.4 

70.2 

44.8 

27.6 

19.4 

14.2 

9.8 

7.2 

5.6 

507 

23.5 

286.7 

132.1 

60.6 

52.7 

26.0 

16.8 

9.3 

5.1 

3.5 

2.6 

49 



24.0 

18.0 

9.5 

6.8 

4.5 

3.9 

3.1 



63 



56.6 

36.5 

22.2 

13.3 

8.9 

5.7 

4.0 



119 



1610.0 

1488.0 

1290.0 

910.0 

580.0 

351.0 

200.0 



121 



5380.0 

5380.0 

3600.0 

2340.0 


816.0 

501.0 



122 



2130.0 

6440.0 

4550.0 

3540.0 


1209.0 

646.0 



508 



64.3 

84.5 

64.2 

35.3 

23.5 

14.1 

10.1 



528 



36.6 

52.5 

32.4 

22.6 

15.5 

11.9 

8.9 



K 2 



7.9 

11.7 

6.4 

4.3 

2.8 

2.0 

1.4 



K 8 



34.0 

42.5 

26.8 

17.8 

14.6 

11.9 

8.9 



K 9 



50.0 

32.0 

21.1 

14.4 

9.9 

8.0 

7.0 



KIO 



18.3 

26.9 

18.6 

10.0 

7.1 

4.2 

3.2 



K18 



36.0 

27.5 

16.4 

9.9 

7.0 

4.9 

3.3 



K39 



13.1 

9.6 

6.6 

3.6 

2.4 

1.8 

1.3 



K48 



38.4 

23.9 

13.4 

8.5 

5.0 

mSi 

3.2 



K4Q 



47.9 

25.5 

14.6 

8.3 

6.4 


3.3 



K63 



11.7 

7.6 

4.8 

3.0 

2.1 

1.5 

1.2 



SIO 

- 


9.6 

15.6 

9.3 

6.4 

5.0 

2.4 

1.5 




♦ M.H.C. « moisture-holding capacity, 
t Conductivity expressed as mhos X 10®, at 26®C. 


and pasty. As pointed out by Magistad et al. (12), it appears that the direct 
determination of the resistance on a thick soil paste is not reliable. 

The results obtained in this test are in conformity with those reported by 
other investigators (1, 12, 14), in that the conductivity values decreased rapidly 
as the ratio of water to soil was increased. This points to the conclusion that 
if it is desired to compare soil samples on the basis of their electrical conduc- 
tivities, it is not safe to use a high ratio of water to soil, furthermore, where 
standards are being developed for application to soils varying widely in texture, 
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it may not be safe to use a constant, even thou^ low, ratio (such as 1 r 1) • There 
is a good deal to be said for the belief (12, 14) that soil solutions should be 
obtained at or close to the moisture-holding capacity, which of course varies 
widely with the texture of the soil. 

One difficulty with obtaining solutions at the moisture-holding capacity is 
the length of time involved. Where a large number of routine determinations 
are being made, some easier method would appear desirable. One possibility 
is to use a constant multiple of the moisture content at the moisture-holding 
capacity and to establish standards of comparison on this basis. A convenient 
ratio appears to be five times the moisture-holding capacity. With as little as 



Fig. 2. Sobcb Logabithboc Oubves op CoNDucrmuTT Values Plotted Against 

Febcbntage Watbb 

The conductivity values are in terms of mhos X 1(P, at 25*’0. 

100 gm. of soil, this supplies sufficient filtrate or supernatant liquid for resistance 
readings. At the same time, it makes allowance for differences between soils 
in their moisture-holding capacities. 

The question arises as to whether the effect of differences in moisture-holding 
capacity is really worth stressing. To check on this, the conductivity values 
were determined on 30 soil samples after the solution was obtained by two 
methods: firot, with a 1:1 mixture; and second, with the addition of sufficient 
water to equal five times the moisture-holding capacity. In both cases, the 
mixtures were stirred, let stand about 24 hours, again stirred, and let settle 
for an hour or more. Determinations were then made on the supernatant 
liquid. The results are summarized in table 3. 
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Also included in table 3 are the ratios obtained by dividing the conductivity 
values determined at five times the moisture-holding capacity by those 
determined at the 1 : 1 ratio. It will be seen that these ratios varied from as 
low as 0.78 to as high as 1.47; in other words, the highest ratio was almost twice 

TABLE 3 


Comparison of conductivity values determined at 1:1 soihwater ratio and at five times 

moisture-holding capacity 


SOXLNUMBES 


coNDUcnvirY vaxues* 

At S X MJa.C. 

At 1:1 

.s . 5 X M.H.C. 
Ratio 

A 1 

13.8 

25 

22 


A 2 

15.6 

112 

89 


A 3 

18.0 

26 

25 


A 4 

16.0* 

37 

34 


A 6 

15.0 

26 

20 


A 6 

15.9 

33 

26 


A 7 

16.0 

25 

23 

1.09 

A 8 

19.2 

22 

20 


A 9 

16.2 

58 

49 


AlO 

16.2 


28 


All 

14.0 


13 


A12 

21.0 


36 


A13 

13.6 


20 


A14 

17.4 


42 


A15 

17.4 

45 

35 


A16 

22.0 

52 

60 


A17 

23.4 

43 

51 


A18 

20.4 

58 

59 


A19 

15.2 

40 

31 


A20 

16.0 

39 

35 


A21 

12.4 

31 1 

21 


A22 

12.6 


275 


A23 

12.6 

47 

35 


A24 

18.0 

38 

35 


A25 

16.4 

294 



A26 

22,0 

175 

174 


A27 

15.6 

60 

51 


A28 

28.8 

206 

264 


A29 

23.4 

164 

167 


A30 

15.0 

293 

248 



♦ Conductivity values =» mhos X 10®, at 26®C. 
t M.H.C. » moisture-holding capacity. 


as high as the lowest. This effect of difference in method of obtainiag the 
solution ‘appears, then, to be well worth serious consideration. The table 
diows, further, that the highest ratios occurred on those soils with the low 
moisture-holding capacities, and the lowest ratios on those soils with the high 
moisture-holding capacities. It was found that the correlation between the 
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moisture-liolding capacity and the conductivity ratio was —0,85, a 'Thighly 
significant'' value (odds greater than 99:1). This means that the conductivity 
values determined at the 1 : 1 ratio were too low with sandy soils and too high 
with clay soils, in comparison with the values determined at five times the 
moisture-holding capacity. 

A number of laboratory methods of determining the moisture-holding capacity 
have been suggested in previous papers by the author (16, 17). The more 
promising of the methods tried involved the use of mechanical analyses or of 
settling volume determinations. A method now used in this laboratory for 
rough conductivity determinations at five times the moisture-holding capacity 
is as follows: 

Place 100 gm. of air-dry soil in a tall jar or beaker 2 to 2i inches in diameter. Measure 
out 100 ml. of water, and with as much of it as necessary wet the soil to the “stirring point. 


TABLE 4 

Electrical eondwtivity aa affected by filtering 


soiLinniBEx 

coMPucnvm vaidxs* 

Before filtering 

After filtering 

US2 

27 

28 

US8 

30 

34 

US9 

21 

24 

usio 

18 

23 

USll 

18 

20 

US12 

37 

40 

E9 (2:1) 

50 

52 

K9 (1:1) 

32 

35 

K9 (1:1 

34 

35 

K9 (1:2) 

21 

23 

E9 (1:4) 

15 

17 

K9 (1:8) 

10 

12 

K9 (1:16) 

8 

10 


* Conductivity values in mhos X 10*, at 25®C. 


To determine this point, add the water in aliquots, stirring with a steel stirring rod after 
each addition. Place a folded towel on the bench and tamp the jar on it lightly five times 
after each stirring. When the surface of the mixture is smooth and level after the tamping, 
the “stirring point” has been reached. This is somewhat similar to Doughty’s “paste 
point” (6) . Determine the amount of water used, and add twice as much more, so that the 
moisture content is at three times the stirring point. This is equal to approximately five 
times the moisture-holding capacity as detemnned under field conditions. The mixture 
is then used for determination of electrical conductivity. 

This method does not work well with coarse sands or peats, 

ETOBCTS OF FmrERINQ 

To test the effects of filtering, 1 : 1 ratio mixtures of six soil samples were stirred, 
let stand 24 hours, stirred again, and let stand approximately one hour. 
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Resistance readings were made on the supernatant liquid. In each case, the 
aliquot used was returned to the mixture, which was then filtered through a 
No. 5 Whatman paper, and a readiug was made on the filtrate. Similar tests 
were made on a seventh soil at soil: water ratios varying from 2:1 to 1:16. 
The results are presented in table 4. 

Pilteiing induced a small increase in the conductivity values in every case. 
The reason for this has not been ascertained. Where accuracy is necessary, 
it appears from this that the mixtures should be filtered. For routine work, 
however, the increase in accuracy does not appear to be worth the additional 
labor involved. The practice adopted at this laboratory has been to set up 
soil conductivity standards on the basis of the supernatant solutions, and to make 
routine determinations for farmers by this procedure. 

EFFECTS OF LENGTH OF TIME AFTER MIXING 

Five soil samples were mixed with water in 2:1 soil: water ratios. Each 
mixture was stirred, let stand 1 hour, stirred, and allowed to settle for a few 

TABLE 5 


Electrical conductivity as affected by time after mixing 


1 

son. 

inncBSK 

XEXnntAI. TVPE 

coMDUcnvm* v>auBS at intbsvais attbx mxmo 

1 hour 

2 hours 

4 hours 

1 day 

2 days 

4 days 

201 

Subsoil sand 

9.8 

10.1 

10.2 

10.3 

10.3 

10.7 

203 

Surface clay 

14.4 

16.5 

17.4 

21.6 

21.5 

19.9 

205 

Gravelly subsoil 

13.4 

14.3 

14.8 

14.8 

14.8 

14.6 

208 

Sandy loam 

20.0 

21.0 

22.0 

23.0 

23.0 

25.0 

607 

Sandy loam 

7.2 

7.8 

8.0 

7.9 

7.3 

7.4 


* Conductivity values in mhos X 10®, at 25®C. 


minutes. A resistance reading was then taken on the supernatant liquid. 
The aliquot used was returned to the mixture, which was again stirred. 
Readings were taken in a similar manner at 2 hours, 4 hours, 1 day, 2 days, 
and 4 days after the first mixing. The results, presented in table 6, show that 
the conductivity tended to increase up to 24 hours, after which it rose a little 
with two samples and fell a little with the other three samples. These results 
indicate that a period of 24 hours is reasonably satisfactory. This is in con- 
formity with the procedures now being used by a number of investigators (1, 14). 

PROCEDURE ADOPTED 

The procedure now used in this laboratory is as follows: 

1. Wet 100 gm. of soil to five times the moisture-holding capacity. For routine deter- 
minations, this is done by wetting to three times the stirring point. 

2. Stir thoroughly, let stand 20 to 24 hours, stir, let settle 1 hour, and determine electrical 
resistance on the supernatant liquid. 

3. Express results in terms of mhos X 10®, at 25^0. No attempt is made to convert 
results into parts per million of salt content. 
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This procedure is being used in studies of the effect of soil salinity on plant 
growth under field conditions in the southern interior of British Columbia. 

SUMMARY 

A study was made of the use of electrical resistance for determining the salt 
content of soil solutions. 

The electrical conductivity (mhos X 10*) and the actual salt content were 
determined on a number of solutions varying widely in salt content. A relation- 
ship close enough to warrant the use of the resistance meter for routine work 
was found to exist between the two measurements. 

In studies of the effects of soil dilution, extracts were obtained at the moisture- 
holding capacity and at soil ‘.water ratios varying from 1:0.5 to 1:128. The 
electrical conductivity showed a progressive decrease with dilution. It is sug- 
gested that determinations should be made either at the moisture-holding 
capacity or at some constant multiple of the moisture-holding capacity. 

Resistance determinations made directly on a thick soil paste were found to 
be imreliable. Filtering a supernatant solution raised its conductivity value 
slightly. When a soil-water mixture was allowed to stand, the conductivity 
values increased for about 24 hours, then showed little change. 

The procedure adopted involved wetting the soil to about five times the 
moisture-holding capacity, stirring, letting stand 20 to 24 hours, stirring again, 
letting settle 1 hour, and taking an electrical resistance reading on the super- 
natant liquid without filtering. The results are expressed in terms of 
mhos X 10*, at 25®C. 
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Reports continue to appear'in the literature concerning the specificity of the 
relations existing between certain leguminous plants and their associated organ- 
isms. Such reports keep alive the idea that a boundary can be drawn around 
a group of plants within which a specific organism such as Rhizohium trifolii will 
cause nodules to develop only on ttie plants within the boundaiy. They appear 
despite the fact that other data are interpreted as indicating that no specific 
organism has been found for a group of plants or for a single plant. The concept 
probably still survives because of one or more of several conditions. It may 
exist because of the unavailability of the published data, the limited scope of 
the tests, the particular methods and technique employed, or other conditions 
that modify the results. 

Perhaps the first report dealing with species of Astragalus and their associated 
organisms was that of Bushnell and Sarles (2). These investigators worked 
with four species of the genus. Their findings, they concluded, lend weight to 
the probability that Astragalus species comprise their own select cross-inocula- 
tion group. The isolates from nodules of these four species were much alike, 
the organisms all being monotrichous. They did not effect nodules on species 
of other legumes, nor did isolates from other legumes cause nodules to develop 
on any one of the four species from which these isolates came. Studies of the 
morphology and of the cultural characteristics of isolates from species of 
Astragalus made by Aso and Ohkawara (1) and by Itano and Matsuura (4) 
indicated also that the bacteria were of a uniform type. 

Data published by Wilson (6) were concerned with the relationships of 32 
strains of the legume bacteria with nine species of this genus; none of the isolates 
came from plants of species of Astragalus. The author found among other 
things that excellent nodules developed on seedlings of Astragalus rvbyi Green 
and Morris after exposure to isolates from Caragana frutescens DC., Crotalaria 
spectabiks Roth., Dalea ahpecuroides Willd, and Desmodium canadmse (L.) DC. 
and that good or fair nodulation appeared on seedlings of A. Cicer L., after 
exposure to an isolate from Cassia fasciculala L., Crotalaria spectabilis Roth., 
Ddea cdopecuroides Willd., Lms esculenia L., Lespedeza striata Hook & Am., 
Lupinus permnis L., Oxytropis Lambertii Pursh., Swainsona (x^ronillaefolia 
Sahsb., Trifolium pratense L., Vida viUosa Roth., and to an isolate from Wisteria 
chinensis DC. From the data it was evident, further, that the nine species of 
Astragalus employed could be distributed among eight of the invalid cross- 
inoculation groups. 

Chen and Shu (3) have presented their studies of work performed during 3 
years relating to the root-nodule bacteria of Astragalus sinicus L. They contend 
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that the root-nodule bacteria from this plant do not effect nodules on other 
genera of leguminous plants, nor do bacteria isolated from other sources, except 
one, effect nodules on plants of Astragalus. Hence they conclude that Astragalus 
and its root-nodule bacteria must be considered as a select cross-inoculation 
group. 

In a study of the nodulating performance of three species of legumes in which 
21 isolates from nodules of 21 species of Astragalus were employed, Wilson (7) 
observed that each of these effected nodules on Amorpha fruticosa DC., 15 on 
Crotalaria sagiUalis L., and all 21 on Wisteria chinensis DC. It is evident from 
these data, therefore, that the bacteria from certain genera, not including the 
Astragalus, will effect nodules on certain species of Astragalus and that the 
bacteria from 21 species of Astragalus will symbiose with plants that are not in 
the genus Astragalus. By studying the symbiotic performance of isolates 
from soybean, Wilson (8) found that three of twelve isolates obtained from 
nodules of this species symbiosed with plantlets of Astragalus NuUalianus DC. 
It would appear, therefore, that the species of this genus do not comprise one 
select cross-inoculation group. Further evidence that such is the case is pre- 
sented in this paper. Many of the data reported previously (6, 7, 8) were 
obtained by exposing plantlets of species of Astragalus to isolates not from 
species of Astragalus, whereas the data reported here were obtained principally 
by employing isolates from species of Astragalus to determine their nodulating 
abilities on species of Astragalus and on other legumes. 

METHODS 

To obtain evidence as to whether the species of Astragalus comprise one 
select cross-inoculation group, slight modifications were made in the laboratory 
and greenhouse procedures previously described by Wilson (6), although the 
methods are essentially the same. The modifications consisted in wetting the 
soil in the glass containers with water containing 0.05 per cent of sucrose and 
0.05 per cent of monopotassium phosphate and sterilizing the entire equipment 
in steam either at 15 to 20 pounds’ pressure for 6 hours or at 50 to GO pounds 
for 3 hours. The quantity of sandy soil in any container never exceeded 2000 
gm. and the depth was never less than 1.5 inches in any container. After the 
seeds were etched in concentrated sulfuric acid, washed, and treated with a 
filtered solution of calcium hypochlorite they were dropped on the surface of 
the soil in the containers with some of the sterilizing agent adhering to them. 
In most cases the seeds were covered by dribbling sterilized sandy soil over 
them in the containers. This soil was sterilized as above in test tubes. Controls 
were always provided, and aU containers were kept in a greenhouse for 30 to 
50 days. 

The isolates employed were obtained from nodules of species of Astragalus 
and certain other plants and symbiosed with plantlets of the species from which 
they were obtained. The plants from which the data came were grown at 
various periods during the year. Some attempts in summertime were largely 
failures owing to excessive heat or other environmental conditions. As a result, 
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supplementary and replicatoiy tests were made. In some instances the tests 
were repeated six times, in others only twice. Any procedure not mentioned 
here that might be helpful in interpreting the data is described in connection 
with the particular test where it is used. The seeds of the various species used 
were obtained from experimental stations in the United States or from the Soil 
Conservation Service of the U. S. Department of Agriculture and were considered 
to be correctly identified. 


TABLE 1 

Symbiotic relations of species of Astragalus with isolates from $1 species of this genus 


vtoDULAfnom* or flaiits bscposed to isolate 


PLANTS rXOM WHICH ISOLATES CAKE 

1 

■s 

1 

1 

A, a^assicarpus | 

1 

1 

1 

A. lonchocarpus | 

1 

1 

1 

A, onobrychis | 

1 

1 

1 

! 

I 

1 

*4 


■4 

1 

■4 

A. adpres9U8 Labill 






+ 



+ 

■1 


+ 





4“ 



+ 

A. binHeahta A. Gray 

+ 





4* 


+ 

+ 





+ 






4- 

A. hranchoearjma Bieb 

+ 








+ 

E 




4- 







A. ehineruia L 

+ 





+ 



+ 

E 




4- 



+ 




A. Cicer L 


+ 



+ 




+ 

E 




4- 

4- 

4- 





A. oaiteri Benth 

+ 



+ 





+ 

E 




4- 







A. er€U 9 iearpuo Fraa 




+ 





+ 

E 





4- 


4* 



4- 

A. Echinus G. A. May 


+ 



+ 

+ 


1 + 

+ 

+ 

+ 


+ 

4- 

4- 




+ 

+ 

A, msmbrancceus Moench 








1 

1 

■ 

B 








i 



A, Menzissii A. Gray 


+ 



+ 

+ 


+ 

E9 

B 

■f 


+ 

4- 

4" 


4- 



1 4- 

A. mortoni Nutt 

+ 






+ 


+ 

+ 




4 - 

4- 

4- 





A. Nuttdwnus DC 


+j 




+ 



D 

+ 











A. cndb/ryehis PoUe 






+ 



D 

+ 

+ 



4- 

4- 


4- 



+ 

A. peeHnutus Boi» 


+ 



+ 

+ 



+ 

+ 


+ 


4- 



4- 




A. rvbyi Green & Monis 

+ 





+ 


+ 

+ 

+ 




4- 






4- 

A, semibHoevilaris DC 

+ 



+ 











4- 


4- 




A. sinicus Thumb 

+ 

+ 




+ 


+ 

+ 


+ 



4- 


4- 

4- 



4- 

A. sucGulenius Richards 







j 


D 





4 - 

4- 


4- 



4- 

A. viahensis Ton. and Gray 

+ 





+ 



H 


+ 



4- 




4- 



A, vsrus Georgi 


+ 




+ 


+ 


+ 

+ 


+ 

4- 

4 - 



4- 

4- 

4- 

A, vootoni Sheldon 

+ 




+ 

+ 


+ 

+ 

+ 



+ 

4- 

4 -^ 




4- 

4- 


* The plus (+) indicates that nodules were present. 


RESULTS OF STUUIES 

The methods employed made it possible to protect the plantlets from con- 
tamination with legume bacteria during growth, thus adding confidence to the 
findings. Although the conditions under which the plants grew may not have 
been conducive to the best growth they did provide certain data from which 
to draw conclusions. 

Symbiotic reloMons of species of Astragalus with isolates from the same species 

Some of the evidence obtained from this study concerning the relations existing 
between the plants of various species of the Astragalus and the bacteria isolated 
from nodules of 21 species of this genus is presented in table 1. It is apparent 
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that plantlets of A, Nuttalianus bore nodules after exposure to each isolate, 
whereas plantlets of A, lonchocarpus developed nodules only after exposure to 
the isolate that was obtained from a nodule of A. mortoni. The other species 
employed in this test came within these wide limits. It can be seen also that 
no isolate effected nodules on plantlets of all 20 species of Astragalus. The 
isolate from A, Echinus and that from A, Menziesii effected nodules on plantlets 


TABLE 2 

Symbiotic relations of certain species of legumes with isolates from species of Astragalus 



of 12 of the 20 species grown, whereas the isolate fromA.?7ia?7i6ranacaiiasymbiosed 
with plantlets of A. NuttcManus only. 


Since the plants of 21 species of Astragalus did not bear nodules in all cases 
after exposure to isolates from 21 species of this same genus and since it was 
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found that plantlets of each genus failed to symbiose with certain isolates from 
the nodules of other species, tests were made to ascertain the symbiotic relations 
between certain species of legumes and isolates of the bacteria from nodules 
of species of Astragalus. The data obtained from such a test are given in table 2. 
In this test the same 21 isolates that are shown in table 1 were employed again. 
Twenty-three species (27 if those listed in table 3 are included) of legumes were 
exposed to one or more of the 21 isolates. The data are sufficiently extensive 
to permit the statement that no boundary can be placed around the bacteria 
that effect nodules on various species of Astragalus which will separate them 
from organisms that will cause nodules to develop on many species of plants 

TABLE 3 

Some relations of isolates from species of Astragalus with species of Trifolium as 

revealed by nodulation 


K0DTI1ATI02T* OF PLAHTS EXPOSED TO XSOIAXB 


PIAMTS XEOX WHICH ZSOLA.TES CAME 

r. ennue 

7. hyiridkm 

7. praUttse 

7. repens 

A. adpressus 

+s 

+F 

+E 

+K 

A, Hsulcatus 

+K 

+K 

+s 

+K 

A, Cicer 




+P 

A. colteri 

+s 




A. crassicarpus 

+K 

+K 

+K 

+s 

A. Echinus 



+K 


A. Menssiesii 

+P 




A. semibilocvlaris 

+K 


+P 


A. succulentus 

+K 

+K 

+s 

+SK 

A. utahensis 




+ 

A. verus 



+K 


A. wootoni 



+PA 

+P 


* Type of nodulation 
A « Atypical 

F » Fai)^16-26 per cent of plants bear nodules 
K « Satisfactory 

P n Poor, 1 or 2 nodules on 25 or more plants, sometimes none 
S Excellent. 

not included in the genus Astragalus. In fact each of the 21 isolates effected 
nodules on Wisteria fruiescens and all but one did the same thing on Amorpha 
frvMcosa, The isolate from Astragalus sinicus caused nodules to develop on 
14 of these species. 

In order to supplement these data, plantlets of Astragalus Nuitcdianus were 
exposed to isolates from a wide range of species. Certain isolates did not effect 
nodules on plantlets of this species and are not recorded here, but those that 
did came from the following plants: 

AlbizssiajultbrissinT>\Lraaz ,9 Amorpha canesoens (Nutt) Pursh., A.fruticosaDC., Cara- 
gana fruiescens DC., Cassia fasciculala Micbx. Cicer arietinum L., Clianthus br&nolata, 
Crotalaria anagyroides HBK., C. falcata Bahl., C. intermedia Kotscby., C. maxillaris 
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Klotzsch., (7. mundyi Baker, C. spectcibilis Roth., Dalea alopecuroides Willd. (8 isolates), 
Dalea aurea Nutt., Dorycnium herhaceum Vill., Galactia volvbilis (L.) Britton, Olydne max 
(L.) Merr. (3 isolates), Glycyrrkiza lepidota Pursh., Goodia medicaginea¥. Muell., Lathyrua 
maritimua Bigel., L. pratense L., Leheckia simsiana Eck. and Zeyh., Lens esculenta Moench. 
Lespedeza striata Hook and Am., Leucaena glauca Benth., Lotus comiculatus L., Lysiloma 
thomberi, Medicago saliva L. (2 isolates), Neptunia plena Lindl., Ononis fruticosa L., 0. 
Natrix L., Oxytropis Lambertii Pursh., Parryella filifolio T. & G., Petalostemon purpurea 
(Vent.) Rydb., Phaseolus coccineus L., Phaseolus vulgaris L., Schrankia uncinata Willd., 
Seshania exultata Muhl., Sutkerlandia fruiescens R. Br., Swainsona coronillaefolia Salisb., 
Trifolium agrarium L., T. amhiguum Bieh., T. fragiferum L., T. pratense L. (3 isolates), 

TABLE 4 


Variability of isolates from species of astragalus as ascertained by growth in a liquid 

medium containing nitrate* 


PLAIIT VSOU. WHICH ISOIATE 
CAHZ 

CONCEZmtATION 
TO INHIBIT 
TUMIDITY BY 
GSOWTH 

CONCENTRATION 
GIVING BEST 
GSOWTH AS 
REVEALED BY 
TUMIDITY 



CONCENTRATION 
OIVINO HOST 

NITRITB 

A. adpressus 

60,000 

600 

50,000 

5,000 

50,000 

A. hisulcatus 

6,000 

500 

500 

500 

500 

A. hranchocarpiLS 

26,000 

500 

25,000 

2,600 

25,000 

A. chinensis 

26,000 

500 

10,000 

. 5,000 

5,000 

A. Cicer 

50 

500 

5,000 

5,000 

5,000 

A. colteri 

60,000 

5,000 

25,000 

25,000 

25,000 

A. crassicarpus 


500 

6,000 

50 

60 

A. Echinus 

26,000 

50 

10,000 

500 

6,000 

A. membranaceus 

50,000 

5,000 

10,000 

500 

10,000 

A. Menziesii 

10,000 

6,000 

500 

50 

500 

A. mortoni 

60,000 

5,000 

10,000 

6,000 

10,000 

A, Nuttalianus 

25,000 

500 

6,000 

5,000 

6,000 

A. onobrychis 

25,000 

600 

5,000 

5,000 

6,000 

A. pectinati^ 

50,000 

26,000 

50,000 

25,000 

60,000 

A. ruhyi 

>50,000 

10,000 

10,000 

5,000 

5,000 

A. semibilocularis 

50,000 

5,000 

6,000 

6,000 

25,000 

A. succuLentus 

5,000 

60 

6,000 

5,000 

6,000 

A. utahensia 

50,000 

10,000 

50,000 

5,000 

60,000 

A. verus 

25,000 

5,000 

10,000 

5,000 

10,000 

A. wootoni 

25,000 ! 

60 

5.000 

500 

6,000 


* Incubated at 24r-26°C. for 10 days. Concentrations of NaNOi employed— 0 , 50, 600, 
5000, 10,000, 25,000, 50,000 p.p.m. 


T. repens L., Viciafaba L., F. villosa Roth., Vigna sinensis Endl., Virgilia capensis Lam., 
Wisteria chinensis DC., W. floribunda alba DC., W. fruiescens (L.) Poir. (3 isolates). 

Some relalions of isolates from Astragalus with species of Trifolium 

Additional supporting data were obtained concerning the promiscuous nature 
of the strains from Astragalus. Such information came by exposing plantlets of 
four species of Trifolium to the 21 isolates and by subsequently examining the 
roots for nodules- The results are presented in table 3. Only those isolates 
that ejSFected nodules on one or more species of Trifolium are listed. It is plain 
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from the data that 11 of the 21 isolates were closely related to, if not identical 
with, those strains that might be isolated from nodules of species of Trifolium, 
for four effected nodules on all four species of Trifolium, whereas six were not 
so closely related, each effecting nodules on one species only. 

Variability of isolates from sfpedeB of Astragalus as ascertained by 
growth in a medium containing nitrate 

Since the present findings indicate that the isolates from the various spedes 
of Astragalus are dissimilar, corroborative evidence was sought concerning this 
variability by growing some of the isolates in a nutritive solution, to portions 
of which sodium nitrate and 2 per cent of sucrose were added. The concentra- 
tions of the salt were 0, 60, 500, 5,000, 10,000, 26,000, and 50,000 p.p.m. This 
medium was sterilized in test tubes and kept at 24r-26°C. for 10 dajrs after having 
been inoculated with the desired isolates. The measure of variation was the 
ability of the isolates to grow in the medium as revealed by turbidity and to 
reduce the nitrate to nitrite as determined by means of the Grdss reagents. A 
summary of the findings is given in table 4. 

If the differences in growth of the organisms from the various species of 
Astragalus in the medium containing nitrate as ascertained by turbidity repre- 
sent variations among isolates, it is evident that the organisms differ consider- 
ably. Some of them grew luxuriantly in the medium containing as much as 
10,000 p.p.m. of NaNOs, whereas others grew best where only 500 p.pjn. was 
present. 

Also some isolates appeared to be unable to effect a reduction of nitrate unless 
the salt was present in larger quantities than 10,000 p.pm., whereas others 
brought about the reduction where only 60 p.p.m. were present. Further, 
some of the isolates reduced more nitrate when the concentration was hi^; 
others when the concentration was low. As an illustration the isolate from 
A. adpressus reduced the greatest amount of nitrate when the concentration 
of the salt was 50,000 p.p.m., whereas the isolate from A, Menziesii effected 
the greatest reduction when 600 p.p.m. was present. 

DISCUSSION 

The data presented substantiate and extend those published previously to 
the effect that the species of Astragalus and their associated organisms do not 
comprise one select cross-inoculation group as suggested by the data of previous 
workers. This statement can be made because no isolate from any species of 
Astragalus was found that would effect nodules on each species of Astragalus 
employed in this work and because plantlets of A. Nvitalianus bore nodules 
after exposure to 67 isolates obtained from nodules of 53 ^ecies representing 
36 genera of the legumes. In addition, the 21 isolates from the 21 species of 
Astragalus effected nodules on one or on more than one of 23 species of legumes 
not belonging to the genus Astragalus. In fact, each isolate from the 21 species 
effected nodules on plantlets of Wisteria frutescens (L.) Poir. and also all isolates, 
except one, did likewise on plantlets of Amorpha fruUcosa L. 
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If the abUity of an isolate to cause nodules to develop on a plant can be con- 
sidered as a criterion of the cross-inoculation group to which the plant belongs, 
then it is evident that each species of Astragalus could be assigned to two or 
more groups of the proposed cross-inoculation groups for classifying these 
organisms and their associated plants. Astragalus adpressus could be assigned 
to three groups and A. Echinus, A. NuUalianus, and A, wootoni each could be 
assigned to five groups. likewise, if the species of Astragalus and their asso- 
ciated organisms comprise one select cross-inoculation group, then certain pro- 
posed groups should be abandoned. These groups would be Alfalfa, Amorpha, 
Bean, Clover, Cowpea, Dalea, Lotus, md Pea, because isolates from nodules 
of species of Astragalus have effected nodules on plantlets of species that have 
been assigned to these eight groups. 

The fact that the isolates from species of Astragalus effected nodules on plant- 
lets of many genera of the legumes indicates that these isolates could be isolated 
at one time or another from such plants. The fact that these plants may be 
representatives of several of the proposed cross-inoculation groups, as shown 
by the data in this paper as well as by data published elsewhere, emphasizes 
again the difficulty of assigning names to organisms that are supposed to asso- 
ciate only with a certain prescribed group of plants. The finding that certain 
isolates effected nodules on the plantlets of all four species of Trifolium whereas 
others effected nodules only on one of the four is of considerable additional 
significance. It shows variation in isolates and places the emphasis on the 
particular strain rather than on a group of plants that might bear nodules after 
exposure to the isolate. Since the name Rhizobium trifolii has been given to 
the one organism that may effect nodules on species of Trifolium, the question 
may be asked: What shall be the name of the organism that does not effect 
nodules on plants of all species of this genus but only on plants of one or two 
species? Many other strains exist also that will effect nodules on one or on 
several species which differ in their symbiotic relations from those given here. 

There is no more reason for thinking that the species of Astragalus and their 
associated organisms comprise one select cross-inoculation group than there is 
to think that the species of such genera as Lotus, Medicago, Phaseolus, Pisum, 
or "Vigna and their associated organisms each comprise one select group. In 
such cases the relations existing between the various species of a genus and their 
assodated organisms are too heterogenous to be classified by those characters 
that constitute a genus. Such heterogeneity apparently exists even in seed of 
a single plant, for Wilson (9) pointed out that plantlets grown from seed of one 
plant may symbiose with a certain strain of the organism whereas plantlets 
grown from seed of another plant of the same species may not symbiose with 
the same strain. Paralleling such data are the findings of Nuttman (5) con- 
cerning genetical factors in the symbiosis of clover and nodule bacteria. He 
found a red clover plant that bore no nodules after exposure to a certain culture 
of the root-nodule bacteria whereas other plantlets of this same species did 
bear nodules after exposure to the same culture. When this unique plant was 
casually pollinated, the breeding behavior suggested that lack of nodules is 
recessive and that a number of genes are concerned. 
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The apparent inability of strains to effect a reduction of nitrate unless the 
nitrate was present within a certain prescribed amount provides an explanation 
for some of the diverse findings that have been reported in the literature con- 
cerning the ability or lack of ability of Ehizobium to reduce nitrate to nitrite. 
The isolate from Astragalus coUeri effected a reduction at a concentration of 
2.5 per cent of NaNOs, but it did not do so where 0.6 per cent was present. 
Likewise, the isolate from A. Menziesii effected no reduction at a concentration 
above 0.05 per cent, but it did effect a reduction at this and at a lower concentra- 
tion. Other comparisons are given in table 4. Such data coincide with those 
already published (6)* It may be suggested, therefore, that an isolate from 
any legume may effect a reduction of mtrate to nitrite if the proper concentration 
and environmental conditions are provided. 

SUMMARY AND CONCLUSION 

This study was designed to show the relations existing between species of 
Astragalus and the root-nodule bacteria isolated from them. Plantlets were 
exposed to the isolates, and the presence of nodules was the criterion of such a 
relation. It was observed that there is no specific organism for plants of this 
genus, for isolates from nodules of species of Astragalus effected nodules on 
plantlets of other genera some of wMch are representatives of several of the 
invalid cross-inoculation groups. The findings are discussed in relation to the 
findings of other workers, to the classification of the bacteria, and to the cross- 
inoculation groupings. It is concluded that the Astragalus and their associated 
organisms do not comprise a select cross-inoculation group and that the data 
support the reasons previously given for abandoning such a scheme of classi- 
fication. 
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The view has been expressed (3, 4) that common foods now generally produced 
with the aid of artificial inorganic fertilizers are inferior in nutritional quality 
to those produced, as in former days, in soils fertilized solely with organic 
manures, or so-called humus. Extensive clinical investigations on adults and 
infants supplied with vegetables grown in differentially fertilized soils have 
been reported from Germany (7, 8) . 

Since aU agricultural soils contain varying amounts of organic matter if only 
from root residues of previous crops, this study was undertaken to appraise the 
e^^ggte of organic matter on the dietetic quality of plants, by feeding to guinea 
pigsT^ a sole source of food, plants grown without soil in an inorganic water 
culture medium. A parallel group of animals received plants grown imder simi- 
lar conditions in a sofi with a history of organic manuring. 

The purpose of these experiments was to search not for any one specific nu- 
trient which may be at variance in the plants grown by the two methods, but 
rather to use the growth curve of the animals supplied ^th plants, grown in the 
xisual way in soil, as a yardstick to measure the general dietetic adequacy in ani- 
mal nutrition of plants grown without organic matter in a synthetic inorganic 
medium. Astoria bent grass was grown by both methods and fed to guinea 
pigs. The use of one species of plants grown by the two methods as the sole food 
in an animal feeding experiment has afforded a test for the adequacy of all nu- 
tritional factors including those which may be at present unknown. The data 
presented also bear on the question, sometimes raised, of possible toxicity to 
animals of plants grown without soil in an artificial nutrient medium. 

METHODS 

The growing of plants 

The previously described (2, 5) large-scale water-culture methods have been 
used for growing plants without soil. Black iron tanks, coated with black 
asphaltum paint, 120 by 30 by 8 inches deep and holding approximately 460 liters 
of nutrient solution were used as containers for growing plants. Astoria bent 
grass seed was spread between two layers of moist cheesecloth resting over the 
tank on especially designed covers. The covers consisted of wooden frames 
covered with burlap sacking dipped in black asphaltum paint. When the seed 
sprouted, the upper layer of cheesecloth was removed and the roots were allowed 

^ From the Laboratories of Plant Nutrition and Home Economics, University of Cali- 
fornia, Berkeley. 
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to penetrate, through the lower layer of cheesecloth and the underlying burlap 
sacking, into the nutrient solution. 

The nutrient solution made with distilled water was of the following composi- 
tion: KNOs, 0.010 M] Ca(N08)2, 0.003 M; MgS 04 , 0.002 ilf; NHJEI 2 PO 4 , 0.002 
M. A supplementary solution (1) designated A5 furnished 0.5 p.p.m. each of 
boron and manganese, 0.05 p.p.m. of 2 dnc, 0.02 p.p.m. of cooper, and 0.01 p.p.m. 
of molybdenum. Iron was added once a week, or as the plants became large, 
twice weekly at the rate of f cc. of 0.5 per cent iron tartarate solution to a liter 
of nutrient solution. When the grass ’was started a one-fourth strength of the 
nutrient solution was used. The solution was analyzed from time to time, and 
the inorganic nutrients were replenished as used. Forced aeration was given 
each tank by means of two porous carbon tubes extending through the length of 
the tank (2), 

The soil plots^ on which Astoria bent grass was grown constitututed a part of 
an experiment conducted for other purposes by the Division of Agronomy and 
consisted of six plots of fertile garden soil each occupying an area of 60 square 
feet. The beds were 4 years old at the time of the experiment. Their fertiliza- 
tion history was as follows. When the soil was first prepared for planting in the 
fall, each plot was fertilized with 75 pounds of sheep manure and 25 pounds of 
alfalfa meal. The following spring each plot received 30 pounds of barnyard 
manure supplemented with J poimd each of commercial ammonium sulfate and 
calcium nitrate. This treatment was repeated in the fall and again in the spring 
of the following year. Thereafter each plot received alternately every 4 weeks J 
pound a mm onium phosphate or f pound calcium nitrate. For insecticidal pur- 
poses lead arsenate at the rate of J poimd per plot was added twice, the second 
application preceding the present experiment by 3 years. 

The grass wras clipped twice a week, and the clippings were fed to animals 
directly or were kept for several days in a refrigerator before being fed. The 
soil and nutrient solution cultures were both kept outdoox’s. 

Feeding experiments 

A pre l i mina ry trial conducted with three species of grasses grown in synthetic 
water-culture media established the palatability to guinea pigs of grass grown 
without soil by the wnter-culture method. The three species of grasses were 
furnished as supplements to a basal diet. In the main experiment ten guinea 
pigs wnre put on an exclusive grass diet at the age of between 4 and 6 weeks. For 
the tot 3 weeks after birth their nursing was supplemented with mother's diet 
consisting of whole milk powder, 33 per cent; ground whole wheat, 51 per cent; 
wheat germ, 15 per cent; NaCl, 1 per cent; supplemented with adequate vitamin 
A and D from a fish oil concentrate and twice weekly with lettuce; during the 
remainder of the preliminary period the animals were given Standard Rabbit 
Pellets (Globe Al) supplemented with wheat germ, vitamin A and D from fish 
oil, and twice a week with lettuce. 

* We wish to thank B. A. Madson and T. P. Moody for making available to us the grass 
clippings from the soil plots. 
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BBSULTS 

The aniinals were kept on the exclusive grass diet for 12 weeks. Initially they 
were each given 100 gm. of grass daily. Later, clippings were supplied ad 
libitum: each animal often ate more than 300 gm. daily. 

Of the six animals originally included in the group given the clippings from the 
soil-^own grass, two died in the third week, and of the four guinea pigs receiving 
the grass clippings from the nutrient solution, one died in the sixth week of the 
experiment. The comparison was conjSned tiren to four guinea pigs receiving 
the soil-grown grass (two females and one male litter-mates plus one female from 
another litter) and to three guinea pigs subsisting on the solution-grown grass 
(two males from the two litters represented in the former group and another 
female). The growth data are presented in figure 1. 



Fig. 1. CoMFOSiTB Gbowth Cubves ov Guinea Pigs on a Sole Diet ot Abtobia Bent 
Gkass Geown in Soil oh Nutbient Solution 

The nnimnla ia both groups showed good growth in length, exedlent skeletal 
and muscular development, good condition of fur, clear eyes, and all the other 
indications of nutritional well-being. Thdr outstanding characteristic was the 
scarcity of fat deposits, which was undoubtedly related to the buUdness and low 
caloric value of the diet. It is possible that, particularly toward the end of the 
experiment, as the animals grew larger the exclusive grass diet, althou^ ade- 
quate for growth and maintenance of vigor, was incapable of supplying the opti- 
mum caloric requirement. 

As indicated ^y the composite graph in figure 1, the growth data offer no sup- 
port for a view favoring the nutritional quality of grass produced in soil over tibat 
produced in an artificial inorpnic medium without soil. Such fluctuations in 
the growth as were observed are probably within the limits of variability among 
the animals. 
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DISCUSSION 

The considerable amounts of grass required for the maintenance of one guinea 
pig made it impossible, even with the large-scale installation used, to include 
more than a relatively few animals in the feeding tests. The paucity of the 
animal population, however, is somewhat offset by the rigidity of the nutritional 
test, that is, using the grass as the sole source of food. The principal conclusion 
of tins study, that organic matter has no significant function in determining the 
dietetic quality of plant products is in harmony with the general concept that 
green autotrophic plants are capable of S3mthesizing all their organic constituents 
from the products of photosynthesis, provided they are supplied with all the 
essential inorganic nutrients (minerals) and are grown under favorable environ- 
mental conditions (6). Plants depend on soils not for organic constituents but 
for water, oxygen, and minerals, which as shown by numerous investigations can 
be supplied by synthetic inorganic culture solutions. The importance of organic 
matter in soils lies not in its supply of organic substances for plant growth but 
rather in its relation to soil management practices, the consideration of which 
exceeds the scope of this paper. 

Mention should also be made about the possible effects on plant nutrition of 
organic synthesis by microfiora. Little can be said about the subject except to 
note that microorganisnos were not excluded by the water-culture technique as 
used here. Neither would they be excluded from a soil whether receiving inor- 
ganic fertilizers or organic manures. 

The results of the feeding experiments gave no indication of any toxicity in 
the grass grown by the water-culture method. 

SUMMARY 

The effect of soil organic matter or humus on the nutritional value of plants 
was studied by feeding to guinea pigs grass grown in a fertile soil with a history 
of organic manure fertilization and in a large-scale artificial water-culture medium 
free of humus. 

When clippings of Astoria bent grass grown in the two respective media were 
given as the exclusive diet to the groups of guinea pigs for 12 weeks, the animals 
in both groups made comparably good growth and gave evidence of nutritional 
well-being. No evidence was found that plants grown in an inorganic medium 
are deficient in any dietary essentials. 
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Iron, both free and in various stages of hydration, occurs in soils in combina- 
tion with organic and siliceous materials and as oxides. In most arable soils 
virtually all of the iron remains in the oxidized condition. When anaerobic 
conditions are established in soils, considerable reduced iron may accumulate. 
Ferrous compounds generally are more soluble than ferric compounds and hence 
are commonly mobilized to regions favorable for their reoxidation, where they 
are precipitated. Accumulation of iron in plants, pipes, subsoils, and bogs is of 
considerable economic importance. 

According to present concepts, the reduction of iron oxides and hydroxides in 
soil is due principally to microbiological activity. Starkey and Halvorson (6) 
have shown clearly the role of the microflora in altering conditions which deter- 
mine the equilibrium between ferric and ferrous ions. 

Strains of Bacillus polymyxa that are exceptionally active in reducing ferric 
oxide and ferric hydroxide recently have been isolated from soil. This paper is a 
brief report of the isolation, identification, and activity of these strains. 

XjXFSRIMENTAIj 

Isolation of cfuJUbures 

A 500-gm. sample of clay from the subsoil under Miami silt loam was added to 
a solution of 4,750 ml. of distilled water and 250 ml. of 0.2 N NaOH. The sus- 
penfflon was shaken vigorously for a few minutes and strained through cheese- 
cloth to remove large particles. It was further dispersed in a Waring Blender 
for 80 seconds and divided equally among five 2-liter beakers, from which the 
supernatant suspenrion was decanted after 3 hours. The lesulting suspenrion 
of colloids was at pH 7.8 and quite stable. The suspenrion was sterilized with 
steam under 15 pounds pressure for 30 minutes just before use, and sterile glucose 
solution was then added aseptically to give a final concentration of 0.5 per cent. 
When a solid medium was desired, 2 per cent of agar was added prior to steriliza- 
tion. 

When this medium was inoculated with soil and incubated at 30®C. for 4 to 7 
days, the suspension turned blue as a result of the reduction of ferric oxides sur- 
roundmg the colloids (1). When streak plates of the same medium were pre- 
pared and incubated anaerobically at 30°C. for 1 week, colonies developed which 
caused a blue discoloration of the medium. After a second streaking, colonies 
were picked to peptone-^ucose agar slants. When leinocalated into soil coUoid- 

1 Journal paper number 162 Purdue University Agrioultural Experiment Station. 
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glucose broth, these cultures caused a strong reduction of ferric oxides in 2 to 3 
days. 

Seven cultures were isolated by this technique from three soils from various 
parts of Indiana. 


Idmtification of cultures 

All cultures isolated were facultative aerobic bacilli, produced endospores, and 
fermented glucose with the production of gas and 2 ,3-butylene glycol. AJl are 
considered to be strains of S. polymyxa. Two cultures were selected for detailed 
study. These cultures differed slightly with respect to the type of growth in 
peptone-glucose broth but were found to be identical in all other respects. Only 
one culture, designated as 14, is described, as follows: 

Spores, The spores are ovoid, borne centrally, and are about 2/* by 1/*, sometimes with 
tabs. The spores swell to about 3.5/* by 1.7/* before germination, which generally is polar. 

Sporangia, The sporangia are medially swollen Clostridia containing granulose when 
grown on potato-dextrose broth. 

Rods. The first cells appearing after gerxnination of the spore on potato-dextrose agar 
are swollen and irregular. In older colonies, cells are about 5/* by 0.7/*. Chains of four 
or five cells are sometimes found in liquid media. 

Nutrient gelatin without carbohydrate. There is no liquefaction after 30 days. Growth 
is extremely slight. 

PepUme-gltLcose agar slant. Growth is moderate, translucent, viscid, becoming mem* 
branous and adherent with age. No pigment is produced. There is virtually no growth 
if s^ucose is omitted. 

Peptone-glucose broth. The medium becomes turbid, with some sediment. No pellicle 
or ring is formed. 

Litmus milk. Little acid is produced and the litmus is reduced but no coagulation 
occurs. 

Fermentation of carbohydrates. Glucose is fermented with the production of 2 , 3-butylene 
^ycol, acetoin, ethyl alcohol, acetic acid, formic acid, lactic acid, 00^, and Ha. Acid 
and gas are produced from sucrose, mannose, maltose, dextrin, mannitol, and starch. Acid 
is produced from sorbitol, amygdalin, and lactose. There is no visible action on aesculin, 
^ycerine, rhamnose, arabinose, and xylose. With the exception of glucose, tests with all 
carbohydrates were made in nutrient agar (0.5 per cent agar) containing bromth 3 rmol blue 
and the carbohydrate. 

Other characteristics. Neither indol nor is produced. Nitrates are not reduced to 
nitrites. Catalase is produced. 

Optimum temperature. Between 30 and 35*^ O. 

instinctive characteristic. Iron as ferric oxide or hydroxide is rapidly reduced. 

Reduction of iron on soil colloids 

Two hundred and sixty-five cultures were tested for their ability to reduce iron 
on soil colloids with glucose as the source of energy. The tests were made in the 
soil colloid medium described previously. The cultures tested included 260 un- 
identified species of yeasts, actinomycetes, and bacteria recently isolated from 
soil; two cultures of Aerohacter cterogenes; one culture of B. macerans; three cul- 
tures of B. polymyxa from the A.T.C.C. (nos. 7047, 840, and 7070); two enrich- 
ment cultures of Clostridium sp.; and seven strains of B. polymyxct isolated as 
described above. Ebccepting the isolated cultures of B. polymyxa and one en- 
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richment culture of Clostridium sp., none of the cultures reduced sufficient iron to 
discolor the soil colloid-glucose medium or to give more than a faint test with 
potassium ferricyanide after 2 weeks’ incubation at 30°C. The cultures of B. 
polymyxa isolated as described above reduced 84 to 153 mgm, of iron within 24 
hours, and the enrichment culture of Clostridium sp. reduced 5 mgm. of iron in 
24 hours. It is not known whether this iron was reduced by the Clostridium sp, 
itself or by contaminants which were present in small numbers. 

With the soil colloid-glucose broth as a selective medium, the number of cells 
per gram of soil which were capable of exceptional reduction of iron was deter- 
mined by the dilution technique to vary from 10,000 to 100,000 in samples of six 
soil types. 


Dissimilation of glucose in presence of ferric hydroxide 

A little preliminary quantitative work was done to find out something about 
the mechanism by which these cultures so rapidly reduced ferric hydroxide. 
Although this objective was not fully achieved, some of the observations made 
are of sufficient interest to justify inclusion here. 

Two media were used for quantitative studies. One medium contained 1.0 
per cent Bacto peptone and about 2.4 per cent glucose (c.p.). The other con- 
tained 0.31 per cent K2HPO4, 0.08 per cent KH2PO4, 0.02 per cent KCl, 0.02 
per cent MgS 04 ‘ 7 H 20 , 0.5 per cent asparagine, and about 2.4 per cent glucose. 

The culture container consisted of two 500-ml. Erlemneyer flasks, each pro- 
vided with a side arm and connected at the necks with an h-shaped glass tubing. 
One hundred and fifty ml. of medium containing ferric hydroxide, when this 
was desired, was put into one flask and sterilized. Fifty ml. of sterile glucose 
solution was then added through the side arm. About 300 ml. of 3 per cent 
Ba(OH )2 was put into the second flask. In each instance, the media were inocu- 
lated with 1 ml. of a peptone-glucose broth culture of B. polymyxa jit 14 incubated 
24 hours at 35°C. After inoculation, the side arm of both flasks and the upper 
open end of the h-shaped tube connecting the flasks were drawn out to capillary 
size and sealed. 

Ferric hydroxide suspension was prepared by dialyzing the material thrown 
down by slowly adding fresh KOH solution in excess to a solution of ferric 
chloride. This suspension did not give an immediate positive test for ferrous 
ion or ferric ion with potassium ferrocyanide or potassium ferricyanide. The pH 
of the suspension was 7.8. Ferric hydroxide settled slowly on standing. 

After 7 days of incubation at 35^C., the inoculated culture medium was 
analyzed for certain products of fermentation. Rubber tubing was placed over 
the capillary tips of the various side arms, which were then broken, and gases not 
absorbed by the Ba(OH )2 were forced into an Orsatt gas analyzer by filling both 
flasks with boiled distilled water. Carbon dioxide was determined volumetri- 
cally by absorption in 10 per cent KOH. Hydrogen was determined by combus- 
tion. The diluted culture was made up to exactly 600 ml., and a 100-ml. aliquot 
was acidified with H 2 SO 4 , boiled, and the gases evolved were analyzed. Carbon 
dioxide absorbed by the Ba(OH )2 was determined by weighing die BaCOs pro- 
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duced. The carbonate was washed rapidly with boiled distilled water on a 
Buchner funnel. Carbonate and filter paper were put into a Gooch type crucible 
with a sintered glass bottom and dried for 2 hours at 110®C. The crucible was 
then weighed, the carbonate washed out with dilute HCl, the crucible dried 
again, and the loss in weight determined. 

Original and residual sugar concentrations were determined by the method of 
Stiles, Peterson, and Fred (7). 

TABLE 1 

Influence of ferric hydroxide on dissimilation of glucose hy strains of B. polymyxa 


A1COT7NTS 07 PS0DT7CIS DT TSSlCEMTAnONS TKEATED AS IMDIGAXSD 


DISSDCZLATION FKQDtrCZ 
TOUND 


Synthetic mediom'*' | Organic mediumf 


Na-acetate No Fe(OH)i I Fe(0H)i Added 


moles 100 
glucose 


Glucose fermented — 1029 

Acetic acid added 0 

Carbon dioxide 502 

Hydrogen 5.9 

Formic acid 29 

Lactic acid 28 

Ethyl alcohol 190 

Acetoin 11 

2,3-butylene glycol ... 331 

Acetic acid 0 

Iron reduced 


C— recovery 112.1 


199 96S 


100 mgmJ 
moles 100 m, 
glucose 


170 919 

31 1.3 

12 98 

19 14 


moles/ 

100 mgm,/ 
moles 100 ml 
glucose 

1334 
36.8 0 

163 606 


Redox indext 



72 488 

0.5 12 


* 0.31 per cent KsHPOi, 0.08 per cent KH2PO4, 0.02 per cent KCl, 0.02 per cent 
MgS04-7HjO, 0.5 per cent asparagine, 2.4 per cent glucose (c.p.) 

1 1.0 per cent Bacto peptone, 2,4 per cent glucose (c.p.) 
t Oxidized 
Reduced 


Ethyl alcohol was determined by distilling 76 per cent of an aliquot of alkaline 
culture through a short Vigreux-type column, and oxidizing the alcohol with 
potassium bichromate. The acid produced was separated by steam distillation 
and titrated. The distillation constants of the acid in the steam distillate were 
almost identical with constants for pure acetic acid. 

Volatile adds were determined by acidifying a portion of culture with H2SO4 
(blue to Congo red) and distilling with steam. Distilling constants of the acids 
in the steam distillate indicated that formic acid was the only add present in 
completed fermentations, although acetic acid was found in the early stages of 
fi^rmentation. 
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The residue from the steam distillation of volatile acids was extracted con- 
tinuously with ether for 48 hours, and lactic acid in the extract was determined 
by the method of Friedemann and Graeser (2). In preliminary trials, lactic acid 
found was sufficient to account for total nonvolatile acids. Hence lactic acid 
was presumed to be the only nonvolatile acid present in appreciable amounts. 

Acetoin was determined by the method of Langlykke and Peterson (3). 

The 2,3-butylene gtycol was separated from the slightly alkaline medium by 
extracting continuously with ether for 48 hours. Glycol in the extract was deter- 
mined by oxidizing 10 ml. or less of extract vdth 25 ml. of 0.01 M IQO 4 and 5 ml. 
of N H2SO4. Acetaldehyde produced was distilled directly into 1.25 per cent 
NaHSOs solution, and the bisulfite released by subsequent addition of NaHCOs 
was titrated with 0.01 N iodine. 

Five fermentations are reported. Two of these were in the organic medium, 
one with and one without ferric hydroxide. Three were in the synthetic medium, 
one with ferric hydroxide added, one with sodium acetate added, and one with 
nothing added. The amounts of end products found in the fermentations are 
shown in table 1 . 


DISCUSSION OP RESULTS 

The type and amount of end products produced suggests that dissimilation of 
glucose by these strains of 5. polymyxa follows a course similar to that of Aero- 
bacter indologenes. 

According to Reynolds and Werkman (5), A. indologenes produces a 3-carbon 
intermediate which is oxidized to pyruvic acid in conjunction with reducticm of 
acetic acid, acetaldehyde, or 2 ,3-butylene glycol. Pyruvic acid may be reduced 
to lactic acid, form formic and acetic acids as paired products, or form acetalde- 
hyde and CO 2 as paired products. Formic acid may split into carbon dioxide 
and hydrogen gas. 

If B. polymyza # 14 dissimilates glucose in this manner, then the 3-carbon 
intermediate, molecular hydrogen, or formate is the most probable hydrogen 
donor by which ferric hydroxide might be reduced. Resting cells of B. polymyxa, 
washed twice in Ringer’s solution and suspended in 2 ml. of phosphate buffer 
(pH 7 . 2 ), together with 1 ml. of ferric hydroxide suspension and 1 ml. of i M 
glucose, do actively reduce iron. If the glucose is omitted or the cells are boiled, 
then no reduction of iron occurs. All attempts to replace glucose with dilute 
solutions of sodium formate or with hydrogen gas washed with silver nitrate, 
alkaline pyrogallol, and water have failed. Unfortunately pure dihydroxyace- 
tone, glyceraldehyde, and methyl glyoxal had not been obtained at the time this 
work was interrupted. Impure solutions of these intermediates prepared by 
oxidation of ^ycerol with either bromine or hydrogen peroxide and ferrous sul- 
fate according to Neuberg and Hofmann (4), were found to reduce considerable 
ferric hydroxide at pH 7.0 in 1 hour at 37°C., even in the absence of cells. 

In the presence of ferric hydroxide, glucose was fermented very much more 
rapidly than in its absence. Also the amount of hydrogen produced per mole 
of glucose fermented was less when ferric hydroxide was present, and the ratio of 
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ethyl alcohol to 2,3-butylene glycol was widened somewhat. Acetate disap- 
peared w^hen added to the fermenting culture and could be recovered almost quan- 
titatively as 2,3-butylene glycol. Acetate, like iron, increased the fermentation 
rate and^Jecreased the amount of hydrogen produced per mole of glucose fer- 
mented. 


SXJMMAKY 

Strains of JB, polymyxa have been isolated which rapidly reduce ferric hydroxide 
in suspensions and/or on soil colloids. Cells of such strains occur in relatively 
large numbers in soil samples tested. Preliminary biochemical studies have 
shown that in the presence of ferric hydroxide (or sodium acetate), glucose is 
more rapidly fermented and less hydrogen is produced. These studies have not 
revealed the process by which iron is reduced. 
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RELEASE OF ADSORBED K, Ca, Mg, AND Ba FROM A SOIL COLLOID 

AS INFLUENCED BY THE NATURE OF THE ACIDOID LINE? 
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A previous series of contributions (4, 5, 6 ) pointed out that the removal of the 
free oxides of iron and aluminum from soil colloids markedly affected certain of 
their properties. During the progress of these studies, observations made in 
connection with electrodialysis and salt-exchange reactions of colloids that had 
been phosphated led to the belief that the release of adsorbed cations from ex- 
change material is related to the type and nature of the acidoid linkage in the 
colloid. Unfortunately, this investigation had to be discontinued shortly after 
it had progressed past the initial stages. Recently, however, the study was 
again undertaken and now has been completed. Between these periods it seems 
to have been shown that the release of adsorbed cations is a function of the nature 
and type of secondary clay mineral present in the colloidal fraction of soils ( 1 ). 

It is the purpose of this paper to point out that the release of adsorbed K, Mg, 
Ca, and Ba ions from a soil coUoid is related to the nature of the bonding type of 
acidoid linkage in the soil colloid. 

EXPEBIMEOTAL METHODS 

For the study here reported, the colloidal fraction of the B horizon of Sassafras 
loam was isolated and used. The location, sampling site, and analyses of this 
colloid were previously reported (4). 

Variations in the nature and type of bonding acidoid linkages were obtained 
by precipitation of the colloidal fraction at the isoelectric point with phosphate, 
silicate, or humate ions. Approximately 200 gm. of the electrodialyzed colloid 
was suspended, by mechanical stirring, in 4 liters of distilled water containing 
phosphate (H 8 PO 4 ), silicate (Na^SiOs + HCl), or humate (Na humate + HCl) 
ions. The suspensions were allowed to stand overnight, and the following morn- 
ing the precipitated floe was transferred to a large funnel and washed with 2 
liters of JV neutral NHiAc then with distilled water to remove the excess of the 
reagent. The sample was then air-dried and aliquoted for the preparation of 
cation-saturated colloids. In later discussions in this paper, the phosphated, 
silicated, and humated colloids are designated as ‘‘treated” colloids to differen- 
tiate them from the “untreated” colloids. 

The homionic colloids were prepared by leaching samples with 8 liters of the 
N neutral acetate of Ca, Mg, Ba, and K, respectively; then adding the respective 
chlorides of the cations. The excess salts were removed from the samples by 
washing the Ca, Mg, and Ba samples with distilled water and the K samples with 

^ Paper of the Journal Series, New Jersey Agricultural £bq)eiiiDent Station, Hutgers 
University, department of soils. 
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50 per cent ethyl alcohol until free of chlorides. The chloride-free samples were 
air-dried and ground to pass a 40-mesh sieve. The adsorbed-cation contents 
were then determined by analyses of solutions resulting from leaching the samples 
with 0.05 iVHCl 

In the conductivity tests, 4 gm. of untreated colloids or quantities of treated 
samples containing equivalent quantities of adsorbed cations were suspended in 
SO ml. of C02-free water and allowed to stand for predetermined periods of 1 day, 
2 weeks, or 4 weeks. At the end of these periods, conductivity tests on the clear 
supernatant liquids were made with a Freas conductivity cell and a Wheatstone 
bridge arrangement. 

The electrodialyris studies were conducted with Mattson cells, using a uniform 
current intensity of 0.4 ampere for 24 hours. The size of the electrodes and the 
distance between them were constant in all tests. At the end of this time, the 
cathode compartment of the cell was drained and flushed thoroughly with 2 N 
HCl to render soluble any of the precipitated ions. The cathode parchment 
paper was also subjected to this treatment. The cathode dialyzates were ana- 
lyzed by standard methods for the respective cations after the removal of inter- 
fering ions. 

The exchange studies were performed by suspending either 3 gm. of the un- 
treated colloids or quantities of treated colloids with cation content equivalent 
to that of the untreated samples, in 200 cc. of solution contaioing either half or 
the whole symmetry concentration of HCl. The samples were allowed to stand 
for 3 days at room temperature with intermittent shaking, after which aliquots 
of the supernatant liquid were analyzed for the several cations by the methods 
previously mentioned. 

The pH values in all tests were obtained by the use of a glass-electrode po- 
tentiometer system either in clear supernatant liquids or in suspensions. 

ABSOnPTION OP ANIONS AND CATIONS BY THE SASSAFRAS COLLOID 

The adsorption of silicate, phosphate, and humate ions by the Sassafras colloid 
and the pH values of the isoelectric precipitation are presented in table 1. The 
latter values were arrived at by extrapolation of cataphoretic measurements 
during the investigation of another series of experiments with this colloid. 

The relation between the treatments of the colloid, the exchange capacity of 
the untreated and treated samples with Ca, Ba, Mg, and K, the number of new 
exdiange positions formed as the result of the treatments, and the pH values of 
suspensions of the cation-saturated colloids are presented in table 2. 

Several facts of interest are to be noted from the data in table 2. The most 
important of these is that the order of cation adsorption by the various treated 
colloids is generally influenced by the treatment. The order of cation adsorption 
by the untreated and the humated colloid, which is considered to be normal, is: 
Mg > Ba > Ga> K. A reversal in the order of Ba and Mg with the pho^hated 
colloid and of Ca and K with the silicated colloid should be noted. The order 
of cation adsorption by the untreated colloid was previously noted (5). 

The increases in exchange capacity for the treated colloids vary with the nature 
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of the replacing cation. The reasons for these increases have been discussed 
(2, 3). No correlation exists between the quantity of any specific cation retained 
by the exchange material, the percentage increases in exchange capacity, and the 
number of new bonding linkages formed as the result of the various treatments. 

The pH values of suspensions of the cation-saturated days show several points 
of interest. When comparisons are made of the untreated colloids, on an equal- 
weight basis, the order for pH values of the suspensions is K > Ba> Mg > Ca. 
When comparisons are made between the various treatments for any specific cat- 

TABLE 1 


Adsorption of anions by Sassafras loam colloid 


tssaucsmt 

A2TION ADSOSBSD/GIC. 

pH SDTESZiAXAHT IIQUID 

Phosphate 

0.12 ni.e. 

2.65 

Silicate 

7.00 m.e. 

2.86 

Hiimate 

1.12 em. 

2.00 


TABLE 2 

Exchange capacity and ph values of caiion^saturated colloids 
Exchange capacity and bonds, per 100 gm. 
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and K is strongly shown when comparisons are made between the conductivity 
of the supernatant liquids of the treated colloids and that of the untreated. With 
the exception of the Ba-phosphated colloid and the K-silicated colloid, the con- 
ductivity of the supernatant liquid of the treated colloid saturated with Ca, Mg, 
K, or Ba ions is greater than that of the untreated colloids. This would indicate 
that the hydrolysis of the cation-saturated colloids that were either phosphated, 

TABLE 3 


Conductivity and pH values of caiion-aaiurated colloida at varying time intervals 


TRSATICENT 

1 

pH 


* Supemataiit 

Suspensioxis 

2 weeks 

4 weeks 

1 day 

2 weeks 

4 weeks 

2 weeks 

4 weeks 

1 






I0r*ohms 

ohms 


Ca 


None 

7.25 

6.50 

7.30 


7.00 

85.6 

135.5 

Phosphated 

7.00 

6.85 

7.45 


6.95 

171.5 

239.8 

Silicated 

6.95 

6.85 

7.56 


7.10 

110.6 

. 154.5 

Humated 


7.00 

7.60 


7.26 

99.4 

125.6 


Ba 


None ; 

6.80 

6.80 

7.50 

7.65 

7.15 

83.4 

124.7 

Phosphated 

7.00 

6.90 

7.65 

6.95 

6.60 

83.4 

126.1 

Silicated 

7.0S 

6.50 

7.60 

7.20 

6.80 

102.0 


Humated 

6.70 

6.70 

7.50 

6.95 

7.00 

117.0 

163.6 


Mg 


None 

7.35 

7.45 


7.40 

7.66 

62.9 


Phosphated 

7.16 

7.20 


7.15 

7.20 

168.0 

228.6 

Silicated 

7.00 

7.20 


7.20 

7.50 

116.0 

187.9 

Humated 

6.85 

7.20 


7.15 

7.66 

132.0 



K 


None 

7.65 

8.00 

8.16 

7.60 


■81 

311.8 

Phosphated 

7.46 

7.15 

7.95 

7.45 

7.36 


480.0 

Silicated 

7.70 

7.80 

8.50 

7.70 

8.05 


267.9 

Humated 

7.46 

7.45 

7.75 

7.46 



1075.0 


silicated, or humated is greater than that of the untreated colloid. The con- 
ductivity of the supernatant liquid of all the systems increases with time. For 
example, with the Ca-phosphated colloid, the conductivity is 171.6 X 10”® and 
239 X 10”® ohms, respectively. 

Another interesting fact to be noted from the data in table 3 is that the pH 
values of the suspensions for the Ca, Ba, and K series, in general, decrease with 
increasing time intervals whereas with most of the Mg series the pH increases 
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with time. Similarly, the pH values of the supernatant liquid in the Ca and Ba 
systems decrease or remain fairly uniform with increasing time, while with all 
the Mg series and two of the four K series, the pH increases with time. 

The pH values of the suspensions of the systems are generally greater than the 
pH value of the supernatant liquid. The maximum difference in pH is 0.6 unit, 
noted with the Ca-untreated colloid. In most cases, however, the difference is 
approximately 0.3 pH unit. 

If comparisons are made of the conductivity of the supernatant liquid of the 
untreated colloid with the several ion saturations, on an equal-wei^t basis, the 
clays can be arranged in the following order: K > Ca > Ba > Mg. When com- 


TABLE 4 

Conductivity and pH values of untreated coUoids at equivalent cation contents 


cahok 


pH* 


OOOTUCnVlTYt 

1 day 

2 weeks 

4 wedcs 

2 weeks 

4week8 

Ca 

7.26 

6.60 

6.95 

10^ ohms 

168.0 

10^ ohm 

185.4 

Ba 

7.30 

6.60 

7,80 

86.7 

124.7 

Mg 

7.40 

6.45 

7.45 

85.7 


K 

8.15 

7.60 

8.06 

214.0 

311.8 


*1:1.5 suspensions, 
t Supernatant liquid. 


TABLE 6 

Release of cations hy hydrolysis* 


TBXATUENT 

Ca 

Ba 

Mg 

X 


por ant 

percent 

percent 

percent 

None 

16.4 


26.2 

20.2 

Phosphated 

21.9 

4.8 

32.3 

29.3 

Silicated 

19.8 

7.4 

33.6 

11.3 

Humated 

16.4 

9.0 

37.6 

32.1 


* Time interval, 4 weeks. 


parisons are made on equivalent cation contents (see table 4) the order is K > Ca 
> Mg = Ba, the position of the latter two cations varying slightly. 

The quantity of cations hydrolyzed from the clays at the end of the 4-week 
period was determined by analysis of the supernatant liquid. The results are 
presented in table 5. For the untreated colloid, the order of hydrolysis of the 
cations is: Ba < Ca < K < Mg. For the K series of colloids the order is: 
humated > phosphated > silicated. Similarly for the Ca, Ba, and Mg colloids, 
respectively, the order is: phosphated > silicated > humated; humated > sili- 
cated > phosphated; and humated > silicated > phosphated. The conduc- 
tivity data for the untreated colloid and the quantity of cations hydrolyzed are 
not in agreement. For example the order for increasing conductivity for the 
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untreated colloid is: Mg, Ba, Ca, K, while the order for increasing hydrolysis is: 
Ba, Ca, K, Mg. The reasons for this discrepancy may lie in the fact that the 
conductivity of the supernatant liquid represents the net conductivity of alHhe 

TABLE 6 


Cation, silica, and R^Oi contents of hydrolyzates 


CATZeor 

treatments 

CATION 

SiOs 

Fe^ + AlaOi 



m.e. 

mgm. 

mgm. 

Ca 

None 

0.3024 

13.0 

1.5 


Phosphated 

0.4032 

7.0 

0.5 


Silicated 

0.3628 

6.0 

1.5 


Humated 

0.3024 

4.5 

0.6 

Ba 

None 

0.1708 

7.0 

4.0 


Phosphated 

0.0940 

12.0 

7.0 


Silicated 

0.1452 

9.0 

5.0 


Humated 

0.1708 

5.0 

0.6 

Mg 

None 

0.7020 

26.0 

4.0 


Phosphated 

0.8640 

4.0 

0.0 


Silicated 

0.9000 

4.0 

0.0 


Humated 

1.0080 

16.0 

1.2 

K 

None 

0.3600 

115.0 

6.0 


Phosphated 

0.6736 

76.0 

4.0 


Silicated 

0.2964 

18.0 

1.0 


Humated 

1.6480 

260.0 

2.0 


TABLE 7 

Effect of nature of colloids on hydrolysis of cations 


NAME 

CATION-EXCHANOB 

CAPACITY* 

PEXCENTAOE OF TOTAL 
CATIONS HYDROLYZED 


Ca 

Ba 

Mg 

E 

Ca 

Ba 

Mg 

E 

Ca 

Ba 

Mg 

E 


m,€. 

m,e. 

mjg. 

m.e. 









Colts Neckt 

13.4 

14.3 

14.6 

9.5 

11.7 

1.7 

BnT! 

8.9 

7.60 

7.30 


7.75 

DutohessJ 

13.9 

12.6 

13.1 

12.1 

6.7 

3.3 

16.5 

4.8 


6.30 


7.40 

Sassafras! 

22.9 

24.3 

33.4^ 

22.7! 

16.4 

9.0 

26.2 



7.60 

7.40 

8.16 


* Per 100 gm. 

1 1 : 1 . 5 suspensions. 

1 8-day hydrolysis period. 

§ 4-week hydrolysis period. 

ions in solutions. Analysis of the supernatant liquid for cations, SiOa, and RsO*, 
the results of which are presented in table 6 , shows wide variations in Si02 and 
RzOj contents. Conductivity data, therefore, even for the clear supernatant 
liquid of colloidal systems, must be interpreted with care. 

The hydrolysis data for the K, Ca, and Mg systems of the treated colloids, 
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which are presented in table 5, indicate that, except for the Knsilicated and the 
Ca-humated treatments, hydrolysis is greater for the treated colloids than for the 
untreated series. Data on the Ba series of the treated colloids, however, indi- 
cate decreased hydrolysis of the cation for the phosphated and silicated series 
and equivalent hydrolysis for the humated series when the systems are compared 
with the untreated series. It is surprising to note that the hydrolysis of adsorbed 
Mg is greater than that of K, Ca, or Ba, irrespective of the treatment of the 
colloid. Data on the quantity of Mg electrodialyzed per unit time under stand- 
ard conditions and those on the replacement of adsorbed Mg by H ions, however, 
do not follow the hydrolysis data. 

Since it has been pointed out (1) that the nature of the secondary clay minerals 
present in the colloidal fraction of soils affects the degree of hydrolysis of adsorbed 
cations, two samples of colloids utilized in previous work were re-examined by 
the technique employed in this study. The results of this test are presented in 
table 7. The Colts Neck coUoid seems to release approximately the same 
amounts of Mg and Ca by hydrolysis, whereas the Dutchess colloid releases ap- 
proximately two and one-half times as much Mg as Ca. It would seem, from 
the data on the three colloids, that the release, by hydrolysis, of adsorbed Mg is 
at least as great as that of adsorbed Ca, Ba, or K. 

REPLACEMENT OF ADSORBED Ca, Mg, Ba, AND K BY H IONS 

The replacement of adsorbed Ca, Ba, Mg, and K ions by H ions (HCl) from 
the various treated clays, at equivalent cation contents, was determined at half 
and at the whole symmetry concentration of H ions. The results are presented 
in table 8. 

The order of cation release for the untreated coUoid at half the symmetiy con- 
centration is: K > Ca > Mg > Ba. The order is identical at the whole sym- 
metry concentration, but the percentages released are higher. The influence of 
the new bonding linkages upon the release of adsorbed ion is indicated by the 
increased release of specific cations in certain series of treatments. For example, 
with the K colloids, the order of release of K for the i symmetry concentration 
is: humated > phosphated > silicated > untreated. With Ca, Mg, and Ba the 
respective orders are: phosphated > untreated — silicated > humated; phos- 
phated > humated > untreated > silicated; and phosphated > humated > un- 
treated > silicated. At the symmetry concentration of HCl for th^ K colloids, 
the order for the treatments is identical to that of the half symmetry values. 
With the Ca, Mg, and Ba coUoids, at S 3 rmmetiy concentrations, shifts occur in 
the order. It is possible that these shifts are related to the solubility effect of 
HCl, which probably ruptures the bonding linkages formed as the result of the 
treatments. This effect is especially marked in the Ca-phosphated colloid where 
approximately 98 per cent of the adsorbed Ca is released at the i^ymmetry con- 
centration of HCl. With the exception of the Ca-series of the silicated and hu- 
mated treatments, the result of phosphating, humating, and silicating colloids 
is an increased release of adsorbed Ca, Mg, Ba, and K, over that of the untreated 
colloid. The significance of this point will be discussed later. 
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It is of iaterest to compare the quantities of cations that are hydrolyzed from 
the colloids with the amounts released from the clays by the half and the whole 
symmetry concentration of HCl (cf. tables 5 and 8). With the K-series, half 
the symmetry concentration of HCl resulted in the release of an additional 34 to 
67 per cent of the adsorbed K, depending upon the treatment. The symmetry 
concentration of HCl, on the same series, resulted in an additional release of 
approximately 0.6 to 39 per cent of the adsorbed ion, the magnitude of the release 
depending upon the treatment of the colloid. Similarly for the Ca, Ba, and Mg 
ions the quantities released amounted to: 33 to 37 per cent for half the symmetry 
value and 29 to 40 per cent for the symmetry value; 32 to 42 per cent for half the 
symmetry value and 30 to 33 per cent for the symmetry value; and 13 to 22 per 
cent for half the symmetry value and 21 to 35 per cent for the symmetry value, 
respectively. It is interesting to note that for the Ca and Ba ions, the additional 
release of these ions by half the symmetry value of H ions is fairly uniform and 


TABLE 8 

Release of adsorbed cations by (HCl) 


TKBATMEMT 

Ca 

Ba 

Mg 

K 

iSym- 

metiy 

Concen- 

tration 

Sym- 

metry* 

Concen- 

tration 

iSym- 
1 metry 
Concen- 
tration 

Sym- 

metry 

Concen- 

tration 

i Sym- 
metry 
Concen- 
tration 

Syxn« 

metiy 

Concen- 

tration 

i Sym- 
metry 
Concen- 
tration 

Sym- 

metry 

Concen- 

tration 


per cent 

Percent 

percent 

per cent 

per cent 

per cent 

percent 

percent 

None 

53.4 

85,1 

42.1 

72.6 

48.3 

74.3 

54.4 

93.7 

Phosphated 

57.4 

97.7 

47.1 

80.4 

54.7 

78.4 

64.7 

100.0 

Silicated 

53.4 

83.1 

41.6 

74.0 

46.0 

81.0 

58.3 

95.0 

Humated 

51.4 

84.2 

43.3 

74.3 

53.3 

75.8 

98.6 

99.2 


* Symmetry concentration « H-ion concentration equivalent to cation content. 


amounts to approximately 29 to 42 per cent. Increasing the H-ion concentra- 
tion to the symmetry value gives approximately the same value. The values for 
identical concentration of H ions with K are somewhat irregular, but for Mg, 
the values are somewhat lower ranging between 13 and 22 per cent. 

BBLEASE OF AOSORBED CATIONS BY ELECTRODIALYSIS 

The release of adsorbed Ca, Ba, Mg, and K from the colloids under standard 
conditions and a set period of electrodialysis is shown in table 9. The quantities 
of the cations not eleotrodialyzed but displaceable by leaching with 0.05 N HCl 
are also shown in this table. 

Under the conditions of the test, the cations can be arranged in order of release 
by electrodialysis from the untreated colloid as follows: Mg < Ba < Ca < K. 
The order of release from the phosphated colloid is : Mg < Ba < K < Ca. From 
the silicated and humated colloids, respectively, the order of release is: Mg < 
Ca == Ba < K and Mg < Ca < Ba < K. 

Irrespective of the individual efiEects of any specific treatment, the results in- 
dicate that the release of Ca, Ba, Mg, and K from the treated colloids is greater 
than that from the untreated colloid. 
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The Mg series of colloids exhibit several interesting effects. If the assumption 
is made that the release of Mg by electrodialysis is related to the solubility of the 
phosphate, silicate, and humate salts of Mg, the order obtained is Mg-humate < 
Mg-silicate < Mg-phosphate. Why Mg-humate — and it is conceivable that 
we are dealing with this compound since Mg is adsorbed by the humate bond — 
should be more insoluble than the corresponding silicate is not clear. Leaching 
the residues, after electrodialysis, vdth 0.05 AT HCl tends to release additional 
Mg from the humated colloid but the total recovery is still less than that for the 
phosphated or the silicated colloid. 


TABLE 9 

Release of adsorbed cations by electrodialysis 



CATION XISCXRODIALyZED 

CATION DISFIACED (0.05V)HC1 

SXOOVERY 


Un- 

Phoa- 

SOi- 

Hu- 

Un- 

Phos- 

sm- 

Hu- 

XJn^ 

Phos- 

Sili- 

Hu- 


treated 

idiated 

Gated 


treated 

phated 

Gated 

mated 

treated 

I^ted 

Gated 

mated 


per cent 

percent 

percent 

percent 

percent 

percent 

percent 

per cent 


per cent 

per cent 

percent 

Ca 

86.4 

98.4 

92.6 

88.6 

6.2 

1.6 

4.0 

3.2 

92.6 

100.0 

96.6 

91.8 

Ba 

78.1 

91.7 

92.0 

94.5 

8.2 

4.9 

5.9 

2.6 

86.3 

96.6 

97.9 

97.1 

Mg 

45.4 

80.8 

73.0 


17.8 

16.2 

ViKm 

14.0 

63.2 

97.0 

93.4 

CO 

K 

94.9 




5.1 

3.2 

3.4 

1.6 

100.0 

100.0 

100.0 

100.0 


niSCtJSSION 

The addition of phosphate fertilizers and organic matter to soils increases their 
exchange capacity and reduces their ultimate pH (2, 3, 4). It seems best to 
consider the increases in exchange capacity as due to the formation of new com- 
plexes that have exchange powers. The new complexes or formations may be due 
to reactions between soluble ions added and soluble ions present in the soil solu- 
tion capable of forming insoluble salts. In addition, reactions between hydrated 
oxides of Fe and A1 or an anion replacement between the anions added in solution 
and OH ions existing on the surfaces of the clay particles may be responsible for 
the formation of the new complexes. 

From a theoretical consideration of the nature and reactions of these new for- 
mations, it is not logical to expect that the release of adsorbed cations will follow 
theories that have been developed for the release of cations from known secondary 
clay minerals (1). The evidence presented in this paper, although not clearly 
showing distinctions between bonding linkages of silicate, humate, and phosphate 
ion, definitely indicates that the introduction of new acidoid linkage into a soil 
colloid affects the release of adsorbed Ca, Mg, Ba, and K ions. The data on con- 
ductivity measurements, cation exchange by H ions, and electrodialysis substan- 
tiate this statement. It is believed, however, that differences exist between the 
acidodids when reactions initially occur in soils, especially in connection with the 
adsorption and release of cations. That the expected theoretical differences did 
not develop to a greater degree in this study is believed due to the drying treat- 
ments to which the colloidal material was subjected during its isolation and prep- 
aration. 
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The relative importance of the new formations in the soil depends upon the 
increases in exchange capacity resulting from the treatment. Since the labora- 
tory investigation indicates that the degree of release of cations is altered in the 
new formations, studies are planned to note whether or not plants are capable of 
absorbing cations to a greater degree from soil material containing these new 
formations. 


STJMMABY 

The release of adsorbed Ca, Mg, Ba, and K from untreated, phosphated, sili- 
cated, and humated Sassafras loam colloid was studied by laboratory tests. The 
results indicate that : 

1. The cation retention was influenced by the treatment. The normal order 
of cation retention was Mg > Ba > Ca > K. When the colloid was phosphated, 
the order was Ba > Mg > Ca > K; and when silicated, Mg > Ba > K > Ca. 

2. The conductivity of the supernatant liquid of the cation-saturated treated 
colloids was generally higher than that of the untreated colloidal systems at 
equivalent cation contents. 

3. Hydrolysis of Ca, Mg, and K from the treated colloids was greater than 
from the untreated. With the Ba-systems, however, the hydrolysis was less. 
The hydrolysis of Mg was greater than that of K, Ca, or Ba, irrespective of the 
treatments of the colloid. 

4. The cation order of replacement by H ions, at equivalent cation contents 
was: K > Ca > Mg > Ba. The percentage replacement of adsorbed Ca, Mg, 
Ba, and K by H ions was greater from the treated than from the untreated col- 
loid. 

6. The release of adsorbed Ca, Mg, Ba, and K ions by electrodialysis was 
greater from the treated than from the untreated colloids, imder standardised 
conditions. 
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FIXATION OF POTASSIUM IN RELATION TO EXCHANGE CAPAC- 
ITY OF SOILS: IL ASSOCIATIVE FIXATION OF OTHER CATIONS, 
PARTICULARLY AMMONIUM^ 

J. S. JOFFE ASD A. K. LEVINE 
N'ew Jersey AgricvUwal Experiment Station 
BeoeiTcd for publicatfon July S, 1944> 

In experiments previously reported, the authors (8) saturated samples of a 
Montalto colloid with Ba, Sr, Ca, Mg, and Na respectively in an attempt to fix 
these ions. The results were negative, corroborating the investigations of 
Chaminade and Drouineau (2), who intimated that Mg might be fixed in some 
cases. Page et al. (14, IS) maintain that all cations are fixed, the degree of 
fixation depending on the radius of the ion in question. 

FIXATION OF Ca and Ba 

In connection with the present study, a recheck was made on the possible 
fixation of Ca and Ba by bentonite and Montalto colloids. Both of these 
materials were used for the fixation of Ba, and hydrogen bentonite only was 
used for the fixation of Ca. The method of inducing fixation was similar to 
that previously reported (9), 


TABLE 7 

Fixation of calcium by bentonite 


mgm. 

Ca added to bentonite 42.7 

Ca in leachate of fixed sample 67.6 

Ca in leachate of water blank 14.4 

Added Ca recovered 43.2 

Ca fixed 0.0 


Table 7 shows that Ca ions are not fixed. It should be pointed out that 
although the bentonite was hydrogen-saturated, there was also some Ca in the 
complex because of the grinding to which the mineral was subjected after satura- 
tion. This operation releases some of the elements originally present as part 
of the crystal structure, as shown by Kelley and Jenny (10). The difference 
between the Ca recovered and that added may be ascribed to experimental 
error. 

Table 8 shows that Ba ions, likewise, are not fixed. The slight discrepancy 
between the amount of Ba added to the Montalto colloid and that recovered 
may be attributed to experimental error. In any event, it is insignificant when 
contrasted with the quantity of K that the colloid will fix under the same con- 

^ Paper of the Journal Series, New Jersey Agricultural Experiment Station, Eutgers 
University, department of soils. 

* Temporarily withdrawn; resubmitted September 12, 1946. 
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ditions. These resiilts are quite divergent from those of Page (15), who reported 
that Ba fixation is of the same order of magnitude as K fixation. Nor does 
pedologic evidence support the idea of Ba fixation. K Ba were fixed it should 
accumulate somewhere in the profile of soils where Ba-bearing minerals are 
present in the parent material, and this phenomenon would have been noted. 
No such reports, so far as the authors could ascertain, are available. 


TABLE 8 

Fixation of barium by mineral and soil colloids in comparison mth fixation of potassium 



E-bsntoniie* 

ICOmALTO H-colloid* 


m . e . 


Ba added 

1.87 

1.87 

Ba recovered 

1.87 

1.84 

Ba fixed 

0.00 

0.03 

K fixedf 

0.25 

0.26 


* 2.344 gm. bentonite; 4.116 gm. Montalto colloid. These are symmetry quantities 
with respect to Ba added. 

t Calculated from data of a different experiment using the same materials and fixed 
under the same conditions. 

COMPARATIVE FIXATION AND RELEASE OP NH4 AND K 

Chaminade and Drouineau (2) in 1936 suggested fixation of NH4 and pre- 
sented some data in support of this contention. While the work reported in 
the present paper was weU under way, Chaminade (4) published some additional 
data relating to NH4 fixation. In neither of Chaminade^s papers was the work 
extensive. It was therefore deemed desirable to investigate the comparative 
power of soils to fix NH4 and K. 

By the way of a preliminary experiment, comparisons were run between 
fixation of K and NH4 by natural Wyoming bentonite. To each of four 5-gm. 
samples, 36 ml. of 0.1246 N KOI was added, and to each of four others, 36 ml. 
of 0.1249 N NH4CL Two of the KCl-treated samples, together with sujBEicient 
water blanks, were alternately wetted and dried several times at 47°C, The 
other samples, and their water blanks, were handled in like fashion but at 74®C. 
After the fixing procedure, the systems were taken up with 0,06 N HCl, thrown 
on fiOlters, and leached with acid of the same concentration. In the case of K, 
the filtrates were analyzed for that cation, and fixation was determined by the 
difference between K added and that recovered. NH4 fixation was determined 
directly by determining total nitrogen on the samples and on the blanks after 
sufficient leaching with acid. The difference was the NH4 fixed. Results are 
presented in table 9, 

As is the case with K (3,7)®, it is noted that an increase in temperature causes an 

» See also Levine, A. K. Relation of potassium fixation to the exchange capacity of 
soils. 1939 {Unpublished Master^s thesis. Copy on file Rutgers University Library, 
New Brunswick, N. J.) 
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increase in NH4 fixed. The similarity with K in this case, however, appears to 
be merely qualitative. The reason for the lower fixation of NH4, as compared 
with K at the same temperature, is not too readily explained. It is probable, 
however, in this instance at least, that the alkaline nature of the bentonite 
suspension contributed materially to the results obtained. As determined by 
thymol blue indicator, the pH of the natural bentonite suspension to which 
the NH4CI was added was more than 9.0. Under these circumstances, especially 
in view of the elevated temperature, it is undoubtedly true that appreciable 
quantities of NH4 were lost as volatile NHs, and hence the amoimt of NH4 
available for fixation w^as decreased. 

In another series of experiments, hydrogen bentonite was substituted for 
natural bentonite and in addition Montalto hydrogen colloid (2 jit diameter and 
less, organic-matter-free) was used. To permit comparisons between the two 
fixing materials and between the two ions, NH4 and K, symmetry concentrations 
and simple multiples of these were used. These concentrations were worked 
out on the basis of exchange capacities of 0.43 and 0.86 m.e. per gram for the 
Montalto colloid and H-bentonite respectively. After the experiment was well 


TABLE 9 

Fixation of NH4 and K by natural Wyoming bentonite 


TEUPESATITSS 

NHt 7DCED 

E :nxED 

•0. 

m e. 


47 

0.18 

0.52 

74 

0.46 

0.69 


under way it was learned that the exchange capacity of the H-bentonite was 
not 0.86 (the value for the natural bentonite), but 0.73 m.e. per gram instead. 
The decrease was evidently due to the HCl treatment by which the bentonite 
was hydrogen-saturated. The difference in the exchange capacities is not so 
wide, however, that the interpretation of the results is seriously affected. 

To separate 2.914-gm. samples of H-bentonite were added 10, 20, and 40 ml. 
of 0.1249 N NH4CI; also to separate 5.869-gm. samples of Montalto H-coUoid 
were added 10, 20, and 40 ml. of 0.1246 N KCl. These quantities were calculated 
to be one-half, one, and two times symmetry. Duplicate samples and blanks 
were then alternately wetted and dried five times at 106°C. (A check experi- 
ment showed that no NH4 was lost from an NH4CI solution dried at that tempera- 
ture.) K fixation was determined as the difference between K added and that 
recovered; NH4 fixation was determined directly^ as pointed out above. 

The results in table 10 show marked likeness in the behavior of K and NH4 ions 
in the case of the Montalto colloid. Up through one symmetry concentration 
at least, NH4 and K are fixed in like amounts. This suggests that, with Montalto 
hydrogen colloid, NH4 and K are fixed in like manner. That these two ions 
enter with equal facility the exchange complex of some minerals is shown by 
MoUer ( 13 ) and Schachtschabel ( 17 ). That NH4 should be fixed like K is not 
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surprisiQg in the light of their similarities in many chemical properties, such 
electronic configuration and ionic diameters. The similarity of these ions in 
their physiologic reactions has been pointed out by Loeb (11). 

With bentonite, however, there is no equivalence between NH 4 and K fixed. 
In this instance the explanation offered to interpret the results of table 9 does 
not apply, for the pH of the hydrogen bentonite is far below neutral, being m 
the neighborhood of 4.2. Again, however, the work of Schachtschabel (17) can 
be brought to bear. Schachtschabel points out that although two cations may 


TABLE 10 

Comparative fixation of ammonium and potaesium by minerals and soil colloids 


XELA.TIVE CONCENTSATnur 

OV AD1NB1> ION 

H-vontalto 

H-Bsxm>Nixs 

E fixed 

NH 4 fixed 

X fixed 

K fixed 
(corrected*) 

NHi fixed 


in.e. 

m.e. 


m.e. 

m,e. 

i Symmetry 

0.29 

0.29 

0.20 

0.24 

mSm 

1 Symmetry 

0.37 

0.36 

0.32 

0.38 


2 Symmetry 

0.68 

0.44 

0.54 

0.64 

1 0.23 


' Corrections are made by multiplying values in preceding column by 86/73. 


TABLE 11* 

Extraction of ammonium minerals with various chlorides 


AMXONnnC SXXKACXBDt 


snxACHNa ion 

NH«.muscovite 

NHi-kaolinite 

NHc-biotite 

1.0^ extraction 
solution 

O.OSA’ extraction 
solution 

l.QiV extraction 
solution 

0.05i\r extraction 
solution 

1.017 extraction 
Boluton 


per cent 

pereetU 

per cent 

per cent 

Per cent 

Li 

52.8 

26,0 

73.9 

21.4 

54.5 

Na 

67.2 

26.1 

75.4 

24.2 

66.0 

Ca 

51.7 

46.8 

76.0 

31.1 

51.5 

Ba 

64.0 

47.4 

76.4 

37.6 

63.5 

H 

97.3 

38.0 

74.2 

36.1 

99.3 


'•'After Schachtschabel (17). 
t Expressed as per cent of total exchange capacity. 


enter the exchange complex of one mineral in a given ratio, the ratio of entry 
may be altogether different with a different mineral. He presents numerous 
data to strengthen his assertion. It may be that the larger potassium fixation 
is explicable on the basis of greater entry, as compared with NH 4 , into the com- 
plex in the case of hydrogen bentonite. 

Schachtschabel saturated muscovite, kaolin, and biotite with NH 4 . Separate 
samples of these ammonium minerals were extracted with solutions of various 
chlorides at different concentrations ranging from 0.05 AT to 1 .0 N, The extracts 
were then analyzed to determine the NH 4 removed from the exchange complex. 
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The exchange capacities of the muscovite, kaolinite, and biotite used were 38.3, 
7.76, and 32.6. m.e. per 100 gm. respectively. The data for 0.05 N and 1.0 JV 
extracting solutions, collected from several of Schachtschabel’s tables, are pre- 
sented in table 11. They seem to substantiate the results obtained in our 
experiments. The quantities of NH 4 extracted by normal HCl from muscovite 
and biotite far exceed those extracted by any of the other normal chloride 
solutions. With 0.05 N acid, however, no more NH 4 was extracted than with 
some of the other ions. The results are readily explained on the basis of fixa- 
tion of NH4. 

It was shown earlier (9) that when soil colloids containing fixed K are treated 
with normal HCl the fixed ion is released. Treatment with 0.05 N acid or 
with other cations does not accomplish this. The much higher values reported 
in table 11 for NH4 extracted from ammonium muscovite and ammonium biotite 
by normal acid than by other normal chloride solutions are accounted for on 
the basis of release of fixed NH4. On the other hand, 0.05 N acid extracts only 
as much NH 4 from ammonium biotite as do the other ions, because 0.06 N HCl 
is incapable of releasing appreciable quantities of fixed NH4. 

FIXATION OF NH4 BY KAOLINITE AND BIOTITE 

Work in this laboratory has shown that kaolinite fixes no K. It is then to be 
expected that the other ions, especially at higher concentrations, should extract 
just about as much NH4 from the exchange complex of kaolinite as does hydrogen. 
This is actually what occurs. The results for ammonium kaolioite and am- 
monium biotite are similar at 0.05 N concentration; this is as it should be, for 
at this concentration effects of release of NH 4 fixed in biotite do not come into 
play. At the higher concentration, however, especially with hydrogen, the 
picture is different. In the cases of li, Na, Ca, and Ba ions the percentage NH4 
exchanged from biotite is less than that exchanged from kaolinite. This is 
explained on two counts: 1 , less NH 4 is available for exchange in the biotite 
system because of fixation; 2 , with kaolinite, NH4 is exchanged on the surface ( 12 ) 
and hence is more readily removed by exchanging ions. The explanation of 
the action of the hydrogen ion has already been presented. 

Some work of Gorbunov (5) gives a more cogent explanation of the differential 
fixation of NH4 and K in bentonite and other colloids. He found that when a 
podzolic soil, a chernozem, and bentonite were saturated with NH 4 and then 
heated to 100®C. the chernozem and the bentonite lost very large quantities of 
NH4, whereas the podzolic soil lost scarcely any. The Montalto colloid is 
podzolic in nature; hence, on heating, no N]^ is lost. When the bentonite is 
heated at 105°C. a very large quantity of the NH4 is volatilized as NHs, thus 
markedly reducing the NH4 available for fixation, and consequantly greatly 
reducing the magnitude of fixation itself. Hence, on the basis of Grorbunov^s 
work, Montalto colloid should be expected to fix more NH 4 than would ben- 
tonite. With K, however, no such difference should occur, and, as table 11 
shows, this is verified experimentally. 

In tiie cases of K and NH4, an increase in fixation with increase in the amount 
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of the applied ion is noted. This fits in well with the theory that fixation 
proceeds through the exchange complex (8)®, for with increasing application 
more of the ion enters the complex. This theory will be elaborated in a later 
paper. 


EQXnVALENT VS. WEIGHED QUANTITIES 

For comparison, quantities of substances equivalent in exchange capacities 
must be taken; that is, the samples must be so chosen that the total exchange 
capacity of one sample equals that of the other. Because the samples of hydro- 
gen bentonite were weighed out on the assumption that the exchange capacity 
was 0.86 m.e. per gram, when actually the exchange capacity was 0.73 m.e., 
the results obtained are not strictly comparable. If, however, we assume a 
linear relationship between fixation at the lower exchange capacity and fixation 
at the higher exchange capacity, we can extrapolate to determine what the K 
fixation should have been had the correct weight of sample been used. Actually 
the sample was too small; by multipljdng by the factor 86/73, however, the 
data are corrected to the point desired. 

Comparison of the corrected values for K fixed by the hydrogen bentonite 
and the K fixed by the Montalto hydrogen colloid is interesting. When equiva- 
lent quantities of these materials are taken, fixation of K is equal. This means 
that it is not so much the weight of sample as the quantity of exchange that is 
important in fixation, and, even more important (in the case of Montalto hy- 
drogen colloid and hydrogen bentonite at least), equivalent quantities of exchange 
fix equal amounts of K. 

FIXATION FROM SOLUTION OF MIXED CATIONS 

NH4 and K have been considered individually. Yet, in actual field practice, 
they are found side by side in the exchange complex of the soil. When present 
together, these ions have different exchange properties from those of each alone. 
Jenny and Ayers (6) have shown this to be true from a nutritional standpoint. 
Because of agronomic implications it was decided to determine fixations when 
mixtures of the two ions are added to a system. 

To duplicate 2.914-gm. samples of hydrogen bentonite were added 10 ml. 
of NH4CI (0.1260 N) plus 10 ml. of KCl (0.1246 JV), and 20 ml. of NH4CI plus 
20 ml. of KCl respectively. These additions were approximately a total of one 
S3mimetry concentration in one case and of two symmetry concentrations in 
the other. The systems were alternately wetted and dried to bring about fixa- 
tion. Results are shown in table. 12. 

The results of the competition are indeed unexpected. Whereas it was borne 
out in the previous experiments that NH4 fixation is consistently lower than K 
(table 10) when each is tried singly, m this case where the two ions are allowed 
to compete, K shows no such edge. Indeed, at the higher concentration, the 
NEU fixed far exceeds the K fixed. Comparison with table 10 shows that NEU 
fixation is hardly affected by the presence of an equal quantity of K; on the 
other hand, the presence of NH4 depresses sharply the amount of K fixed. 
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Evidently the presence of NH4 tends to keep K from entering the exchange 
complex. Peterson and Jennings ( 16 ) pointed out that when bentonite is 
brou^t into contact with a mixed salt solution, the bases do not enter the 
exchange complex in the same ratio as that in which they occur in the solution. 
Jenny and Ayers (6) showed that NH* does exert a peculiar influence over the 
exchange properties of K. 

E and NH4 are taken up in different ratios when the concentrations of the 
cations are varied. Ayers (1) foimd this to be true. At a very low concentra- 
tion, he foimd that more K than NH4 was taken up by the soil. As the concen- 
tration increases, however, relatively more NH4 is taken up, until at a concentra- 
tion of 0.1 N the NH4 taken up is slightly in excess of the K. It is quite possible 
that the same thing occurs when the mixture of K and NH4 which enters the 
complex is less than the K, and hence K flxation will exceed that of NH4. When 
the concentration increases, the relative quantity of NH4 which enters the 


TABLE 12 

Competition hettoeen ammonium and potaeeium in exchange reaction* vrith S-ierUonite 


SZIATCVB CONCBNTKATIOK OV ADDED IONS 

ZOK nZBD 

K 

NE« 


* 

mjt. 


J Symmetry K ] 

i 

0.11 

0.10 

J Symmetry NH4 J 

[ 

1 Symmetry K 1 

i 

n nA 

0.14 

1 Symmetry NH4 J 

[ 



complex increases; therefore the relative NH4 fixation also increases. If the 
concentrations are great enough, then NH4 flxation can be expected to increase 
at the expense of E fixation, and ultimately exceed it. The results of table 12 
may be explained on this basis. 

The effect of previous E fixation on subsequent NH4 fixation by hydrogen 
bentonite was also studied. It was found that when only small amoimts of E 
are used, subsequent NH4 fixation is only slightly less than the NH4 fixation 
when no E was fixed previously. If, how’ever, sufficiently lai^ quantities of E 
are added to the bentonite, so that it fixes almost all the E it can, then little 
or no NH4 can be subsequently fixed. The probable reason for this is that all 
the “fixing portions” are taken up by E and none are available for NEU ions. 
Under these conditions, NH4 cannot be fixed. This ties in closely with the 
contention that NH4 and E are fixed in like manner. 

Previous investigations by Joffe and Levine (8) may now be interpreted to 
show the converse to the above; that is, fixation of NH4 has a depressive effect 
on subsequent E fixation. When Montalto hydrogen clay is saturated with 
NE4 and then dried there is a marked decrease in the amount of E the clay 
is able to fix. What probably occurs is that, while drying, the Montalto 
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clay fixes some of the NH4 in the complex, leaving the clay with a lesser ability 
to fix the K subsequently. 

From the series of experiments just reported it is clear that NH4 fixation is 
fully as important as K fixation, and that the two have many similarities. 
Differences with different materials have been noted, but in general the fixation 
phenomenon ha s been demonstrated to be the same for both ions. The inter- 
esting influence which NH4 exerts on K has been noted and described, as has 
also been the effect of prior fixation of one of these ions on the subsequent fixation 
of the other. ^ 
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In the winter of 1944 the Army Air Forces undertook to grow vegetable crops 
by the gravel culture method at overseas bases where no suitable agricultural soil 
was available. The scarcity of personnel qualified to deal with the technical 
aspects of preparation, testing, and adjustment of ionic concentrations in nutrient 
solutions made it desirable to explore the possibility of using a simplified large- 
scale nutrient culture technique. 

The present study was begun with the general objective of approaching, in an 
artificial culture technique, the relative simplicity of soil management practices 
used in soils adequately supplied with plant nutrients but requiring the addition 
of water by periodic irrigations. This was thought possible of realization by the 
use of sand or gravel culture medium, in which plant nutrients were supplied in 
an adsorbM foim. The following advantages were anticipated: (a) At the 
beginning of a growing season sufficient quantities of aU plant nutrients could be 
incorporated in the inert substrate to suffice for the production of a crop. This 
would dispense with the need for preparation, repeated analysis, and replenidi- 
ment of liquid nutrient solutions. Only the addition of water would be necessary 
to ensure growth, (b) Elimination of complications in the management of 
nutrient solutions ariring from drifts in pH, depletion of individual nutrients, 
mutual precipitation of ions, and osmotic pressure variations, (c) Material 
reduction of losses of plant nutrients from a culture bed through leaching during 
periods of continuous rainfall, (d) Feadbility of varying the concentration of 
single nutrient ions without simultaneous variation in the concentration of ions 
of opposite charge. 

Schlenker (10) and Converse, Gammon, and Sayre (4) have successfully 
grown plants in sand or gravel culture, supplying the nutrient ions in an adsorbed 
form. The cations were adsorbed on clay colloids (4) or artificial zeolites known 
under the trade names ^‘Decalso” and ‘*^o-Karb-H” (4, 10). The anions were 
adsorbed on an aniline material named ^'De-Acidite.” In recent years a group 
of synthetic resins possessing ion-exchange properties, known as “Amberlites” 
became available. Depending on the method of preparation, Amberlites have 
either anion- or cation-exchange properties. The Amberlite cation-exchanger 
is reported to be a phenol-formaldehyde redn in which the hydrogen of the 
phenolic group is exchangeable for other cations; the anion-exchanger is an 

1 This work was done under contract between the Aero-Medical Laboratory, Air Technical 
Service Command, and the Division of Plant Nutrition of the University of California. 
The technical assistance of the personnel of the Nutriculture Detachment, Air Technical 
Service Command, is acknowledged. 
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amine-formaldehyde redn (6). The publi^ed characteristics of these materials® 
indicated that they should prove to be ion-exchangers of high efficiency and 
capacity and might serve as suitable carriers of plant nutrients in an adsorbed 
form. In the present investigation a complete nutrient medium was compounded 
by combining nutrient anions and cations adsorbed on the two types of Amberlite 
respectively. Although there was no prior record of an attempt to use Amber- 
lites as sources of all plant nutrients for growing plants without soil, two reports 
contributed pertinent information on the feasibility of adopting Amberlite 
ion-exchangers as carriers of plant nutrients. An indirect conclusion that 
Amberlites mi^t have been presumed not to be toxic for plant growth was 
drawn from the work of Liebig, Vanselow, and Chapman (9), who found cation- 
and anion-Amberlites suitable for purification of water used in nutrient solu- 
tions. If tosic substances were given off by Amberlites, they would have 
appeared in the purified water and caused injury to plants. Graham and 
Albrecht (5) found that nitrate adsorbed on Amberlite anion-exchanger was 
available for the growth of maize plants and that, unlike soluble nitrogen sup- 
plied in the form of calcium nitrate, it was only slightly removed by leaching. 
While the current investigation was in progress, another report on the properties 
of Amberlite-nitrate, based on experiments of several years was published by 
Jenny (8). 


SCOPE OP INVESTIGATION 

The growth of tomato plants through the fruiting stage and the production of 
market quality fruit in a sand-Amberlite medium were selected as over-all 
criteria for testing the suitability of the method. 

Tomato plants were grown for 5 months in lai^e metal tanks, 26 square feet in 
surface, filled with sand mixed with the various Amberlite ion-exchangers. The 
tanks were irrigated daily. Provision was made for including in each successive 
irrigation the collected drainage from the previous one. Conventional water 
and sand cultures in parallel tanks served as controls. Following the harvest 
of the tomato crop the residual nutrient level was tested by growing lettuce in 
the same tanks. 

A more detailed study of plant responses to the various Amberlite combina- 
tions was made by growing tomato plants in a series of subirrigated pot cultures. 
The smaller scale of the installation afforded an opportunity to repeat the large 
experiments with a greater measure of replication and to submit to a biological 
test some of the conclusions drawn from the result of chemical analyses. Chemi- 
cal determinations were made of the inorganic constituents of shoots and fruit 
from plants grown in several e^speriments, and periodic analyses were carried 
out of the solutions percolating through the Amberlite cultures. 

In addition to the growth experiments, chemical laboratory studies of the 
various sand and Amberlite mixtures were made, excluding the plants. 

* The Amberlites, synthetic resin ion exchange adsorbents. Pamphlet by the Resinous 
Products and Chemical Co., Philadelphia. 1943. 
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EXPERIMENTAL PROCEDURES 
Large-scale tank experiments 

Two experiments were conducted in this series, in which tanks of approxi- 
mately 460 liters capacity were used. (The tanks were 8 inches deep, 10 feet 
long, and 2.5 feet wide.) The first experiment constituted the principal effort 
in the investigation and consisted of growing tomato plants from Jime 16 to 
November 21 in sand culture in which plant nutrients were supplied in the form 
of Amberlite ion-exchangers. The following treatments were included : 

Tank 1— sand culture, nutrient solution 

Tank 2 — water culture, nutrient solution 

Tank 3— sand culture, all Anaberlite-nutrients, except potassium and nitrate 

Tank 4 — sand culture, all Amberlite-nutrients 

Tanks 1 and 2 represented the controls; all the nutrients were supplied in a 
standard nutrient solution of the following composition: KNOa, 0.010 M\ 
Ca (N08)2, 0.003 ikf ; MgS 04 , 0.002 ilf; NH 4 H 2 PO 4 , 0.002 ilf; and A5, a com- 
bination of micronutrients Mn, B, Cu, Zn, and Mo (1). Iron was added twice 
and later thrice weekly at the rate of 0.5 cc. of 0.5 per cent ferrous sulfate solu- 
tion to a liter of nutrient solution. The management of the sand and water 
culture tanks was based on the general practices used in this laboratory as 
described elsewhere (2). To the water cidture in tank 2, forced aeration was 
provided by means of porous carbon tubes. 

Tank 4 represented the treatment in which Amberlite ion-exchangers were 
the sole sources of all plant nutrients, including the micronutrients. Enough 
of each nutrient was added in an Amberlite form to suflSce for the entire growing 
period, including the requirements of a heavy crop. The nutrient quantities 
were necessarily estimated but it was felt that data previously obtained in this 
laboratory (2) on the absorption of nutrients in a 5-month period by tomato 
plants would form a proper basis for computation. The amounts of potassium, 
nitrate, calcium, phosphate,® and nitrate previously found to be absorbed (2) 
by twenty tomato plants grown in an aerated nutrient solution culture for 5 
months (with an average fruit yield of 21.1 pounds per plant) were mixed in their 
respective Amberlite form. In addition to these five nutrients, for which 
absorption data were available, the following Amberlite-nutrients* were added: 
sulfate, iron, manganese, and boron. The amounts used are given in table !• 
For sulfate, the same number of milliequivalents were added as for magnesium. 
The quantities of micronutrients were computed to fumidi the following amounts 

* See footnote t, table 1. 

For the sake of brevity, the following nomenclature will henceforth be used ; AmherliUSt 
a collective term describing the synthetic resins Amberlite IR-lOO and Amberlite IR-4, capa- 
ble of adsorbing or eschanging for cations or anions respectively; AwberMfe-ion, any ion, 
either cation or anion, adsorbed on Amberlites; AiriberUie-cation and Amherlite-anion are 
used to describe the two classes of Amberlite-ions; Arnberlite-nvlrient, an Amberlite-ion in 
which the ion concerned is a plant nutrient. If reference is made to a specific Amberlite-ion, 
designations such as Ca’-Arnh&rlite and Amberlite-NOz may be encountered. 
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per plant: iron, 50; manganese, 30; boron, 20 mgm. The Amberlite materials 
going into a respective tank were mixed together and the mixture was again 
thoroughly mixed with the sand by shoveling and screening. 

As shown in table 1 , potasaum and nitrate ions required the largest quantities 
of Amberlites. The suggestion presented itself that the advantages of the 
ion-exchanger technique w^ould also be realized if these two nutrients were 
supplied in a solution rather than an Amberlite form. The only modification 
in technique would consist of substituting a dilute solution of potassium nitrate 
for water in irrigating the beds. Since both potassium and nitrate are rapidly 
absorbed ions, no residual accumulations with resultant complications, such 
as shift in pH, would ensue. A provision was therefore made to test this ex- 

TABLE 1 


Composition of complete Amberlite nutrient medium* 


KDIXIZMTZON 

TOTAL NDTSIENT 

ION ADDED 

AMBZBUIE OE SESPSCTIVB ION 

Capacity 

liloistiire 

Amount added 


m.0. 

».«./dry pn. 

per ant 

gm. 

Ca++ 


1.78 

17.2 

6,865.2 

Mg+-^ 


1.73 

16.7 

2,660.5 

K+ 


1.46 

19.1 

12,032.3 

Fe++ 

34.6 

1.71 

16.9 

24.2 

Mn++ 

21.4 

1.10 

13.3 

22.6 

NO,“ 


3.66 

8.8 

6,387.0 

HjPOT 

972 

4.6t 

10.6 

268.7 

SOr 


6.87 

12.3 

764.5 

H2BO3- 

31.3 

0.5t 

16.1 

80.0 


* No deliberate addition of zinc, copper, and molybdenum was made. Reliance was 
placed on the impurities in the nutrient media. 


t The phosphate capacity originally computed by the supplier was 13.68 m.e. per dry 
gram. This figure was used in determining the amount of Amberlite-phosphate added to 
the nutrient medium. Subsequent recalculations showed that the actual phosphate capac- 
ity of this material, in terms of HjPOi", was only 4.66 m.e. per dry gram, 
t The figure given for boron is per cent wet weight rather than m.e./dry gram. 

peiimentally by omitting potassium-Amberlite and Amberlite-nitrate from 
tank 3. Instead, this bed received daily irrigation with a solution of 0.010 M 
KNOs, later reduced to 0.006 M KNOs. All the other nutrients w^ere furnished 
as Amberlites in the amounts given in table 1 . 

The respective Amberlite-ions were prepared by the chemical staff of the 
Betinous Products and Chemical Company. The Amberlite-cations were made 
from Amberlite IBrlOO by treating different batches with CaCh, MgS 04 , K 2 SO 4 , 
FeCk, and MaCl 2 , respectively. The Amberlite-anions were prepared by 
treating Amberlite IR-4 with HNOa, H8PO4, H2SO4, and HaBOs. The moisture 
content and capacity in nodlliequivalents per dry gram of each prepared Amber- 
lite-ion, as given in table 1 , were determined in the laboratory of the Resinous 
Products and Chemical Company. 
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Monterey sand was used to fill tanks 1, 3, and 4. Approximately 630 kgm. 
of sand was required to fill each tank. Ihe tanks were placed about 2 inches 
off the ground in such a manner as to give a dope of 1 inch from end to aid to 
facilitate drainage. The water regime in all sand cultures, whether receiving 
nutrient solution or Amberlites, was the same. It was estimated that the water- 
holding capacity of a sand bed was around 40 liters. The volumes of liquid 
used in daily irrigation were less than the water-holding capacity. The same 
volume of complete nutrient solution, potassium nitrate, or distilled water was 
applied daily to tanks 1, 3, and 4 respectively. The solution was allowed to 
stand for about half an hour and then to drain through a hole which was un- 
placed at the lower end of each tank. The drainage from each tank was collec- 
ted and measured. In the Amberlite cultures (tanks 3 and 4) the drainage 
was returned to the reactive tank with the next irrigation, supplemented 
with an additional volume of KNO* solution or water respectively. Thus, a 
closed system was maintained without loss of leachable material. In tank 1 a 
closed system was also maintained by returning the leachates, except that, as 
the salts accumulated in the bed, the leachates were occasionally discarded. 
In case of the water culture (tank 2), distilled water and chemicals were added 
as needed. 

In order to distribute the risks from insect or disease attack, three varieties 
were used in each tank: livingston’s Mar^obe, Grothen’s ^d Globe, and 
Fratier-Gardner* (a new variety developed for resistance to spotted wilt). 
Forty plants were initially planted in each tank and were later reduced to twenty, 
leaving approximately ax of each variety per tank. The seeds were germinated 
in Monterey sand 4 weeks prior to transplanting into the tanks. 

After termination, on November 21, of the tomato experiment described above, 
a second crop, lettuce, was grown in tanks 1, 3, and 4, to test the residual nutrient 
level in the Amberlite beds. Tank 1 served as the control. The water-culture 
bed, represented in the previous experiment by tank 2, was omitted. The 
stumps of the tomato plants, as well as most of the roots, were removed from the 
tanks and the beds were fallowed for 1 week. Five-week-old Romaine lettuce 
lettuce plants, previously germinated in sand, were then planted in three rows 
of twenty plants each per tank; ten additional plants were included in each bed 
for replacement purposes. As in the previous e^eriment, chemical analyses 
were made on the leachates from the respective tanks as well as on samples of 
plant material. 


Svbirrigated pot experiments 

The plan of the experiment in subirrigated pots is ^ven in table 2. Each 
treatment was run in triplicate. In setting up tiie experiment the various 
cultures were randomized on three greenhouse beaches. 

The details of the automatic techmque, described below, are given in figure 1. 


* Seed obtained through the courtesy of M. W. Gardner. 
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TABLE 2 


Plan of experiment in subirrigaied pots, and fresh weight of shoots of tomato grown in cultures 

Average of 9 plants 


1 

CULTUIUE 

NU3IBES 

TBZATMEinr 

WEIGHT OJ 
TOMATO SHOOTS 

1 

Distilled water 

gm- 

0.17 

2 

Nutrient solution 

137.4 

3 

Nutrient solution -h 0.03 M NaCl 

88.7 

4 

All Amberlite-nutrients 

3.8 

5 

Same as 4 except 3 X Ca-Amberlite 

7.6 

6 

Same as 4 except 6 X Ca-Amberlite 

9.2 

7 

Same as 4 except 9 X Ca*Amberlite and 2 X Mg-Amberlite 

10.0 

8 

Same as 4 except 3 X concentration of all Amberlite-ions 

0.27 

9 

Same as 4 except 9 X concentration of all Amberlite-ions 

0.1 


Same as 4, plus 0.01 M NaCl 

24.8 

11 

Same as 4, plus 0.03 M NaCl 

53.7 

12 

All Amberlite-nutrients, except K and NOs added as 0.01 M 

52.1 

13 

KNOa 

Same as 12 except 3 X concentration of Amberlite-ions 

98.2 

14 

Same as 12 except 9 X concentration of Amberlite-ions 

105.6 

15 

Same as 12, plus 0.01 M NaCl 

50.6 

16 

Same as 12, plus 0.03 M NaCl 

39.5 



Legend 


a Compressed Air Lna 
b Sotenoid Valve - Infake 
CL Pressure Regulafor 
d Solenoid Valve - Elxhausf 
e Adjustable Escape Valve 
f Shut-off Volves 
Q Pot With Aggregate 
n. Solution Reservoir 
1 Electric ClocK 
j Timing Switch 
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Flooding Aggregate Cultures 
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Fig. 1. Diagram op Automaticaxlt Subibeigatbd Pots 
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Standard flower pots, 5 inches in diameter, gr,® were painted with black a^halt 
inade and with alumimim paint outside. The pots were fitted with a single 
glass tube and rubber stopper at the bottom. By means of a regulated com- 
pressed air ^stem the pots were flooded with solution for 20 minutes of every 
hour. A total volume of 3 liters of solution was used for each pot. The pots, 
g, placed in proper position on greenhouse tables, were connected throu^ holes 
in the table with l-gallon jug reservoirs, h, placed on a shelf below. The reser- 
voirs were equipped with a two-holed rubber stopper. One long tube, extending 
to the bottom of the reservoir, was connected with the pots; a second short tube 
was connected to the air line. The “lift” for all cultures was standardized, 
that is, the distance from the top of the sand in the pot to the level of solution 
in the reservoir, h, was adjusted in all cases to 20 inches. A double-circuit 
electric clock and timing switch, i and j (General Electric Model 3TS14-AQ), 
plumed into a standard 110-volt line, opened a solenoid valve, b, on a com- 
pressed air line, a. The compressed air line then passed through a pressure 
regulator, c, into a distribution manifold. The sensitive adjustment of pressure 
necessary to regulate the height of the flooding solution was obtained by uting 
an adjustable escape valve, e, connected to the manifold. This escape valve 
contisted of an open tube extending 20 inches into a column of water. ’Warn the 
air pressure exceeded that of the hydrostatic pressure of the 20-inch column of 
water, the excess tdr escaped into the atmosphere. The pressure regulator, c, 
was adjusted so that there was a moderate stream of air bubbles issuing from 
this tube after the solution had risen to the top of the aggregate in the pots. 
At the end of the 20-minute “on” period, the fimt solenoid valve, b, was closed 
and a second one, d, was opened, thus allowing the air under pressure to escape 
from the manifold and the solution to drain out of the pots. Shut-off valves were 
placed in the air line at several pcmts. By suitable manipulation of the shut- 
off valves,/, leaks and other difficulties in operation were conveniently located. 

The individual Amberlite-ions conunon to all the Amberlite treatments were 
mixed together. To a portion of this mixture were then added the E-Amberlite 
and the Amberlite-NOs to provide two “stock” mixtures: one supplying all the 
nutrient ions and the other supplying all except K and NOi in the form of 
Amberlites. These two stock mixtures were, in turn, modified, as provided by 
the outline of the experiment (table 2), The Amberlite mixtures for individud 
pots were thorou^y mixed with dry silica sand by vigorous diaking in a large- 
mouthed l-gallon jug. The mixtures of Amberlites and sand were then poured 
rapidly into the respective pots, little separation of Amberlite from sand 
occurred during the growth period. 

On February 1, 4-week-old tomato seedlings, variety Eutgers, were planted 
three to a pot. At 1- or 2-week intervals determinations were made of pH and 
the specific conductance of the solutions in the reservoirs. Additions of nu- 
trient solution, potasmum nitrate, iron, and micronutrients were made to the 
respective treatments as required. 

' Letters refer to diagram, figure 1. 
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Chemical andyses 

Standard methods were used in the analysis of leachates from the various 
treatments and of the nutrient solutions and in determining the inorganic 
constituents of plant tissues (2). The fruit and foliage samples were prepared 
for analysis in the manner used in previous investigations (3). 

B£!SXTin?S 

Large-scale tank &Bperiments 

Tomaio expenmenl. For the first several weeks of growth no untoward 
symptoms were observed in the young seedlings from the two Amberlite-nutrient 
combinations used. Plants receiving all nutrients in Amberlite form (tank 4) 
made less growth than those in t a n k 3, in which potastium and nitrogen were 
supplied in the form of 0.010 M KNOs. E^ciaUy noticeable was the reduced 
growth of foliage in tank 4. Plants grown in tanks 1 and 2, in which conven- 


TABLE 3 

Fresh weight of tomaio shoots 3 weeks after being transplanted 
Average of 7 plants 


TAKE 

TBEATUENT 

WEZGBT or SHOOTS 

mum;- 

BXS 

Marglobe 

Grothen. 

globe 

Frazier- 

Gardner 

1 

Sand culture, nutrient solution 

gtn. 

25.3 

gm, 

24.6 

gm, 

16.3 

2 

Water culture, nutrient solution 

28.2 

42.3 

32.6 

3 

Sand culture, all Amberlite-nutrients, except K and 

17.2 

20.6 

14.5 

4 

NO, added as 0.01 M KNO, 

Sand culture, all Amberlite-nutrients 

7.1 1 

13.4 

9.3 


tional nutrient solutions were used, made more rapid growth than those in either 
of the two Amberlite treatments. The relative rates of growth of 3-week-old 
plants are indicated in table 3. 

Although the fredi weights of young plants, as diown in table 3, indicated a 
significantly reduced growth in plants receiving the complete Amberlite-nutrient 
mixture, no specific deficiency symptoms were apparent. The general con- 
clusion drawn at the time the plants were young was that though plants grown 
with Amberlite-nutrients did not grow so rapidly as did those in nutrient solu- 
tions, there was no indication that Amberlites were unsuited as carriers of plant 
nutrients in exchangeable form. 

Within a few weeks, however, this conclurion was questioned for the “all 
Amberlite-nutrients’’ treatment (tank 4). Beginning with the sixth week, 
distress symptoms began to appear in plants receiving this treatment. Margins 
of leaves turned brown and became deaccated, tips of leaflets withered away, 
and a breakdown of petioles with subsequent collapse of leaves was observed 
(fig. 2). The foliage symptoms in tank 4 were soon followed by a pronounced 
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was assumed that as a result of the previous treatment, enough calcium and 
magnesium had been accumulated in the beds to suffice for the duration of the 
expeiiment. 

A marked and favorable response was obseiwed soon after the additions of 
calcium and magnesium were made. Normal vegetative growth was resumed 
by the plants, the new leaves being free from deficiency symptoms. Abscission 
of blossoms ceased and normal fruit setting was in evidence on newly grown 
shoots. Figure 3 shovs the general appearance of plants in the all-Amberlite 



Fig 3 Tomvto Plants 19 Weeks After Being Transplanted (11 Weeks After Ca 
AND Mg Applications Were Begun) 

Left to right, tank 1 — sand culture, nutrient solution; tank 2 — water culture, nutrient 
solution, tanks — sand cultuie, all Amberlite-nutrients, except potassium and nitrate; tank 
4 — sand culture, all aVmbeilite-nutirents. 

treatment about 11 weeks after the calcium and magnesium applications ^vere 
begun (19 weeks from the time of transplanting). 

Plants gro™ ^\dth conventional nutrient solutions, whether in sand or in 
water culture, made excellent vegetative growth and were fruitful. The differ- 
ences obsen’-ed among the three varieties used are not particularly germane to 
the main purpose of this investigation and accordingly have been noted only 
incidentally (table 4). Plants in tank 3, receiving Amberlite-nutrients except 
for potassium and nitrogen, also made excellent growth and show^ed sustained 
fruit production during the major part of the growing period. During the 
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twentieth, week, however, dight symptoms, somewhat indicative of phosphate 
deficiency, were observed. Still, there was no marked decrease in the rate of 
growth and fruit production. 

The yield of fruit from the several treatments is given by variety in table 4. 
Because of the early nutritional disturbance, fruit from the lower clusters failed 
to develop in tank 4, and the reported yields for that treatment represent a 
harvest period only about half as long as that for the other treatments. For 
comparable period of harvest the yields from tank 4 might be regarded as of the 
same general order of magnitude as those from other treatments. This can be 
taken as another line of evidence in support of the complete recovery, following 
the application of calcium and magnesium, of plants in tank 4 in which all the 
nutrients were supplied as Amberlites. 

TABLE 4 


Average fruit yield* of tomato plants grotvn from June to November 
Averages of 7 plants 


TANK 

ND1£- 

BSK 

tbsaucsnt 

Marglobe 

ISUIT TIEXO 

Grothen 

globe 

Frazier- 

Gardner 



lbs. 

lbs. 

lbs. 

1 

Sand culture, nutrient solution 

12.9 

10.2 

8.1 

2 

Water culture, nutrient solution 

9.7 

10.8 

6.6 

3 

Sand culture, all Amberlite-nutrients, except K and 

7.8 

8.4 

6.7 


NOs added as 0.01 M KNOi 




4 

Sand culture, all Amberlite-nutrientsf 

4.0 

3.7 

6.4 


* These figures include sound green fruit from plants at time experiment was terminated. 
The proportion of green fruit in the figures cited varied from about 10 per cent in tank 
3 to about 30 per cent in tank 4. 

t Because of early growth disturbances (see discussion in text), the harvest of fruit 
from this treatment began in the week ending October 13, 7 weeks after that of the other 
treatments. 

The results of this experiment indicated that when all plant nutrients were 
fumidied in the form of Amberlite ion-exchangers, tomato plants were unable 
to absorb enough calcium and possibly magnesium. The same amounts of 
calcium- and magnesium-Amberlite were adequate, however, as sources of these 
nutrients when, as in tank 3, only a partial Amberhte-nutrient medium was pro- 
vided: specifically, when a KNOs solution was used as the source of potassium 
and nitrogen. As pointed out earlier, the nutrient technique, as represented 
by the treatment in tank 3, may be regarded as a successful attainment of most 
if not all of the objectives. Nevertheless, the question of calcium availability, 
as exemplified by the results from tank 4, naade it advisable to examine more 
intensively the properties of Amberlites as carriers of plant nutrients. What 
follows deals principally with the additional investigations carried out in this 
direction. 

Lettuce experiment. In order to test fully the readual nutrient status of the 
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Amberlite beds, the lettuce planted in tanks 3 and 4 received the same nutrient 
treatment as was given to the preceding crop of tomatoes at the time the esqperi- 
ment was terminated. Thus, tank 3 was irrigated with 0.005 M KNOs, and 
distilled water only was given to tank 4. The leachates from the respective 
t^nlrp were brought up each day to a volume of 15 liters and returned to the tanks. 
Tank 1, receiving a complete nutrient solution, was used as a control. Within 
a few days after planting, indications were that the nutrient level in tank 4 
(complete Amberlite-nutrient mixture) was inadequate for ready establishment 
of the seedlings. Eight plants had to be replanted in this tank but none in tank 
3 (Amberlite-nutrients plus KNOs). In another week or so, however, plants in 
tank 4 seemed to be well established, presumably following the development 
of a larger root system, which was capable of drawing on a larger volume of the 
nutrient medium. The plants were xmiform and apparently healthy, although 
they attained only about one third the size of the controls in tank 1. 

The plants in tank 3 established themselves in the bed vrithout difficulty, 
probably as a consequence of the daily irrigations with the potassium nitrate 
solution. During the second and third week, however, growth became visibly 
reduced and irregular, with wide variations in size among the plants. A partial 
harvest about 6 weeks after planting disclosed that the average fresh weight of 
plants from tank 4 was 28 per cent of that of the controls in tank 1, whereas the 
average wei^t for tank 3 was only 18 per cent (average of 30 plants). 

No specific deficiency s 3 unptoms were observed at the time of the partial 
harvest. Ten days later, however, a few of the plants in tank 3 began to show 
definite calcium deficiency. The innermost leaves had darkened edges and 
showed symptoms of complete breakdown of the growing point. The calcium- 
deficiency S 3 miptoms were clear-cut only in the larger plants. Some of the 
smaller plants had been severely stunted and had dead growing points — ^a 
symptom usually associated with calcium deficiency. The plants in tank 4 
were uniform in size and showed no deficiency symptoms but a general reduction 
in growth as compared with the controls in tank 1. The plants in tank 4 were 
distinctly better, however, than those in tank 3. 

It will be recalled that in the preceding tomato experiment calcium-deficiency 
symptoms appeared in tank 4 rather than in tank 3. The apparent reversal 
in the present experiment is consistent, however, with the fact that no calcium 
was added to tank 3, except for the initial addition of Ca-Amberlite, whereas 
irrigations with CaS 04 were made in tank 4. The results with lettuce led to 
the conclusion that the calcium supply in tank 3 became exhausted, whereas 
the CaS 04 additions to tank 4 left a readual supply of available calcium. The 
latter is also indicated by the fact that toward the end of the preceding tomato 
experiment additions of CaSOi to tank 4 were eliminated without any impair- 
ment in growth and fruit production. 

SiMrrigated pot experiments 

The scope of these growth tests is obtained from table 2, which gives the 
average fresh weights of plants grown in the different cultures A set of pots 
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irrigated with distilled water (treatment 1) afforded a check on the possible 
impurities of nutrient significance carried in the sand; the nutrient solution 
treatments (Nos. 2 and 3) served as the controls with which the various Amber- 
lite treatments were compared. 

The basic pattern of these experiments consisted in reproducing the ‘‘all 
Amberlite nutrients” and the “all Amberlite-nutrients except K+ and N08“” 
treatments (tanks 4 and 3) of the large-scale tomato experiment, with a number 
of variants intended to throw some light on the nature of the results previouriy 
obtained. The “all Amberlite-nutrients” and the “all Amberlite-nutrients 
except K and NOs” treatments in the former ejqperiment were represented in 
the subirrigated pot series by treatments 4 and 12 respectively (table 2). The 
same proportions of sand to Amberhtes as were used in the large-scale e^qperi- 
ment were adopted for the corre^onding treatments in the pot cultures. All 
variations in the concentration of Amberlites in the treatments were multiples 
of the original concentrations used in treatments 4 and 12. 

The following modifications of these two basic Amberlite treatments were 
included: increased concentrations of Ca- and Mg-Amberlites, increased con- 
centrations of aH Amberlite-nutrients, and additions of NaCl. The increased 
calcium- and Mg-Amberlite supply was suggested by the apparent nonavaila- 
bility of calcium and possibly magnesium in the all-Amberlite treatment. It 
was reasoned that by increasing the concentration of these Amberlite-ions in the 
nutrient medium an opportimity would be provided for a greater number of 
contacts between root surfaces and Ca- and Mg-Amberlite particles. The 
corresponding increase in the concentration of all Amberlite-nutrients in another 
set of cultures permitted testing the effect of increased calcium and magnesium 
supply when the relative proportions of all Amberlite-ions were maintained as 
in the baric treatments. Moreover, by increasing the total concentration of 
Amberlites a test was made of the possible toxicity effects of relatively large 
amounts of Amberlite-nutrients initially incorporated in the cultures. The 
sodium chloride modifications were introduced following the discovery that the 
sand used in the large-scale tank experiments was contaminated with salt. 

Within a few weeks marked differences in growth were apparent among the 
different treatments. Special interest was attached to the comparison of treat- 
ments 12 and 4 (table 2) which paralleled those in tanks 3 and 4 of the previous 
experiment. At the beginning of the fourth week a marked reduction in growth 
was evident in culture 4, receiving all nutrients as Amberlites. No such reduc- 
tion was observed in treatment 12, in which the K- and NOjrAmberlites were 
omitted and 0.01 M KNOs was used. The superiority of treatment 12 over 4, 
as riiown in table 2, is thus in accord with the growth responses obtained in the 
previous large-scale experiment, in which lack of available calcium checked 
growth in the all-Amberlite treatment (tank 4). It will be noted that, in the 
present experiment, increasing the Ca-Amberlite in the aU-Amberlite series 
threefold, sixfold, or even ninefold gave only slight increases in growth and by 
no means induced growth comparable to that in the treatment 12 series (cf, 
treatments 6 and 7, table 2). 
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Neither Tvas the threefold and ninefold increase of all the Amberlite nutrients 
(treatments 8 and 9) followed by improved growth. On the contrary, these 
were the least favorable treatments within the “all Amberlite-nutrients’* series. 
Marked stunting and severe injury associated with necroris of new leaves were 
observed in these treatments early in the growing season. In total growth 
these plants were about on a par with those in treatment 1 (no Amberlites, 
distilled water only). In contrast, multiplication of the Amberlite concentra- 
tion in the treatment 12 series by 3 and by 9 was accompanied by large and 
favorable responses in growth (treatments 13 and 14, table 2). Thus, whatever 
the cause of the injury from increasing the Aimberlite-nutrients, it was confined 
to the series in wliich K-Amberlite and Amberlite-NOa were present in com- 
bination with other Amberlite-nutrients. 

Of special interest were the results from the additions of NaCl to the all- 
Amberlite combination (treatments 10 and 11). Among those included in the 
present series, these were the only treatments that gave laige and favorable 
improvement in growth in cultures supplied with the complete Amberlite-nutrient 
combination. The improvement was more marked from adding the more con- 
centrated NaCl solution. No such improvement, however, following the 
addition of NaCl was observed in the “all-Amberlite, except K and NOs” 
cultures (treatments 15 and 16). As a matter of fact, in this series the higher 
NaCl concentration (treatment 16, table 2) was associated with a reduction in 
growth. 


Results of chemical analyses 

Analyses of leachates. At the beginning of these experiments samples of the 
leachates from the large-scale tank experiments were analyzed several times a 
week for potassium and nitrate. Later, these periodic analyses were extended 
to include all the principal nutrient ions as well as pH determinations. The 
results of these analyses are summarized in table 5. For the sake of brevity, 
only the data for the Amberlite treatments are included. 

Contrary to expectations based on the results of Graham and Albrecht (5;, 
the first analyses of the leachate from tank 4 disclosed a relatively high solu- 
bility of nitrate from Amberlite-nitrate. Unlike those of the previous workers, 
the present experiments included combinations of both cation- and anion- 
Amberlites and the question arises whether the solubility of nitrate is explained 
by some interaction between the different Amberlite-ions. Another factor 
which might have played an important part in accounting for the amounts of 
nitrate brought into solution was a NaCl contamination in the sand. The 
initial concentration of NaQ is not known, but the evidence at hand indicates 
that important quantities of chloride were present and they might perhaps have 
displaced nitrate ions from the Amberlites. 

The first calcium and magneaum analyses disclosed the much higher con- 
centration of these ions in the leachate from tank 3 than in that from tank 4. 
In tank 4, after the additions of calcium and magnesium had been continued 
for a number of weeks, the concentrations of these ions in the leachate increased, 
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reaching their peak in October, when the additions were discontinued. In 
tank 3, to which no additions of Ca and Mg were made during the growing 
season, the initially high concentration of these ions in the leachate decreased, 
no doubt as a result of absorption by the plants, until it approximated the levels 

TABLE 5 


Average analyses of leachates from sand cultures supplied with Amherlite-nutrients 

{tomato experiment)* 



K+ 

Ca-^ 


POi- 

NOr 

I® 

EllDZNO 









Tank 

Tank 

Tank 

Tank 


3t 

4t 

3 

4 

3 


3 

4 

3 

4 

3 

4 


p.p.m. 

p.pM. 

p,pM. 

p.p.m. 

p.p.f)U 

p.pjn. 

p,p.m. 

p,p.m. 

p.pjn. 

p.pM. 



July 













14 









371 




21 









428 

2630 



28 

184 

723 







504 


6.62 

5.74 

Aug. 













4 

172 

553 





28 

16 

242 

903 


ESm 

11 

240 

432 

67 

6 

50 

1 

15 

11 


780 

7.15 

6.35 

18 




5 

29 

1 

17 

11 

387 

618 

6.98 


25 



58 

3 

29 

1 

13 

14 

421 


7.13 

6.23 

Sept. 













1 



69 

4 

22 

1 

17 

16 

416 


7.22 

6.29 

8 

272 

367 

33 

3 

20 

1 

6 

11 

468 


7.38 

6.23 

15 

248 

393 

30 

6 

18 

3 

6 

9 

487 

755 

6.96 

6.25 

22 

187 

477 

18 

9 

8 

4 

4 

9 

417 

799 

7.11 

6.27 

29 

179 

355 

15 

10 

7 

5 

5 

7 

459 

790 

7.26 

6.35 

Oct. 













6 

187 

505 

15 

31 

8 

27 

4 

13 

452 

966 

7.15 

6.15 

13 

163 

552 

9 

28 

6 

26 

3 

13 

437 


7.32 

6.45 

20 

177 

433 

6 

16 

4 

12 

2 

10 

485 

940 

7.40 

6.46 

27 ; 

189 

283 

8 

8 

5 

7 

2 

6 

453 


7.42 

6.75 

Nov. 













3 

195 

278 

7 

6 

4 

4 

2 

7 

460 1 

659 

7.20 1 

6.40 

10 1 


228 

7 I 

3 

2 

2 

2 

4 

462 

517 

■rmUM 

6.44 

17 i 

228 

200 

8 

2 

4 

1 

2 

5 

531 

427 

7.15 

6.39 

24 

217 

138 

6 

2 

4 

1 

2 

4 

507 

338 

6.96 

6.26 


* Intermittent additional analyses gave the following results for tank 3 and Tank 4 
respectively: chlorides— 2A November, 7 and 36 p.p.m.;20 October, 18 and 163 p.p.m.;4 
August, 728 and 191 p.p.m.; sulfates— 27 October, 241 and 113 p.p.m.; 24 November, 188 and 
119 p.p.m. 

t Tank 3— all Amberlite-nutrients, except K and NOs. 
t Tank 4^all Amberlite-nutrients. 

which, in tank 4, gave rise to deficiency symptoms in August. This is further 
shown in table 6. The results of the previoudy discussed lettuce e:?q)eriment, 
in which calcium-deficiency symptoms did appear in tank 3, are of interest 
in this connection. 

As shown in tables 5 and 6, after the additions of calcium and magnedum 
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to tank 4 had ceased, the concentrations of these ions in the leachate dropped 
to levels lower than those in tank 3. Yet, unlike the lettuce plants grown in 
tank 3, those in tank 4 showed no evidence of calcium deficiency. Nor was 
there any indication of lack of calcium in the last part of the growth period of 
the tomato plants grown in tank 4, prior to the planting of lettuce. This sug- 
gests that the same low levels of ionic concentration, which were indicative of 
calcium deficiency when Ca-Amberlite was the only source of calcium, were no 
longer a reliable guide when calcium salts were introduced into the bed. It 
is possible that the daily applications of calcium and magnerium resulted in 
localized precipitation of these as sulfates and phosphates, which supplied some 
available calcium and magnesium at the root surfaces without being reflected 
in the analyses of the leachates. 


TABLE 6 

Average analyses of leachates from sand cvliures supplied with Arnberlite-nutrients (letttice 

experiment)* 


week 


Ca++ 


POi" 

NOi* 

pH 

IMPING 

Tank 

Tank 

Tank 

Tank 

Tank 

Tank 

Tank 

Tank 

Tank 

Tank 

Tank 

Tank 


3t 


3 

4 

3 

4 

3 

4 

3 

4 

3 

4 

Dec. 

p.pM. 

p.pM. 

p,pm. 

P.P4H. 

p.p,m. 

p.p.m. 

p,pM. 

p.p.m. 

p,pM. 

p.pM, 

■ 


4 

196 

98 

8.5 

2.5 

5.6 

,2 

2.3 

2.4 

497 

210 


6.5 


261 

118 

8.5 

2.3 

5.6 

1.1 

1.9 

2.7 

519 

250 


6.2 

17 


98 

8.9 

2.2 

4.7 

.5 

2.0 

2.2 

546 

231 


6.2 

26 

262 

92 

8.3 

2.5 

4.6 



3.2 

510 

270 



Jan. 













2 

221 

224 

7.5 

7.0 

1.1 

2.6 

1.6 

1.6 

525 

520 


7.0 

9 

262 

92 

8.0 

2.8 

6.1 

3.0 

2.1 

3.6 

581 

248 


6.3 

16 

277 

59 

11.0 


5.5 

2.4 

1.8 

3.5 

232 



6.3 

23 

254 


7.5 


4.2 

0. 

1.7 

3.1 

577 



6.3 


* On 23 January the following supplementary determinations were made for tank 3 and 
tank 4 respectively: chlorides, 17,7 and 50.7 p.p.m.; sulfates, 163 and 14.1 p.p.m. 
t Tank 3 — all Amberlite-nutrients, except K and N0|. 
t Tank 4 — all Amberlite-nutrients. 

The previously discussed growth data and the analyses of the leachates sug- 
gest that calcium and magnesium were relatively unavailable to plant roots 
when an “aU Amberlite-nutrients” combination was used. This conclurion 
is further strengthened by the following results. 

Analyses of plant tissues. Table 7 gives the results of analysis of 3-week-old 
tomato plants grown in the first large-scale experiment. It will be recalled that 
beyond a general reduction in growth, the plants at that stage exhibited no 
deficiency symptoms. Nevertheless, the analytical results in table 7 demon- 
strate a marked reduction in calcium and magnesium content in the vegetative 
tissues of plants given all nutrients as Amberlites (tank 4). The high potasaum 
content of the lovr-calcium tissues is in accord with known facts of interionic 
relations, as observed in many investigations with soils and nutrient cultures. 
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The calcium content of plants in tank 3, supplied with the same amount of Ca- 
Amberlite but given 0.010 M KNOs, is comparable with that of plants in tank 
1, grown with a standard nutrient solution. There is no evidence of reduction, 
but rather an increase, in the calcium content. 

A reversal of this picture is seen in table 8. This material was collected for 
analysis 17 weeks later. Following the applications of calcium and magnedum 
to tank 4, normal growth was resumed, and this is rejBected in the high calcium 

TABLE 7 


Inorganic corrvpoBition of leaves and stems of S-week-old tomato 'plants^ variety Marglohe 

Per cent dry weight 


XANZ 

XSEATMEXn 


IBA7 BLA2XBS 




STEUS 



NUICBES. 


X 

Ca 

Mg 

PO* 

N 

X 

Ca 1 

Mg 

P04 

NE 

1 

Sand culture, nutrient 
solution 

4.0 

2.0 

i 

2.7 

5.7 

9.7 


1.1 

2.6 

4.4 

3 

Sand culture, all Amber- 
lite-nutrients, except 
K and NOs added as 
0.01 M KNO* 

3.9 

2.5 

1 

2.2 

6.6 

9.6 

1.3 

1.1 

2.1 

4.2 

4 

Sand culture, all Amber- 
lite-nutrients 

7.3 

0.6 

0.6 

1.9 

6.4 

16.4 

0.3 


1.3 

3.9 


TABLE 8 

Inorganic composition of leaves and stems of BO-week-old tomato plants^ variety Marglohe 


Per cent dry weight 


TANS 

TSEATUENI 


12A7 BLADES 




STEICS 



NUNBBS; 

X 



PO 4 

N 

X 

Ca 

Mg 

PO 4 

N 

1 

Sand culture, nutrient 
solution 

4.6 

1.3 

0.6 

2.6 

4.9 

8.8 

1.2 



3.1 

3 

Sand culture, all Amber- 
lite-nutrients, except 
K and NO3 added as 
0.01 M KNOs 

4.7 

0.6 

0.4 

0.7 

4.1 

9.2 

0.7 

0.4 

0.3 

2.2 

4 

Sand culture, all Amber- 
lite-nutrients 

3.8 

1.4 

0.4 


4.2 

6.7 1 

1.6 





content of the foliage. In tank 3, hovrever, as shown by the analyses of leachates 
in table 5, the calcium level was reduced. Although no distinct calcium-de- 
ficiency symptoms were in evidence, the vegetative tissues showed a decrease 
in calcium content. This finding is in harmony with the results of the pre- 
vioudy discussed second-crop lettuce experiment, in which calcium deficiency 
appeared in tank 3. The analyses of the lettuce plants as diown in table 9 
are also consistent with this interpretation. The calcium content of plants 
from both tanks 3 and 4 was less than that of plants grown in tank 1 (nutrient 
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solution). But as between tanks 3 and 4, the plants in the former had a lower 
calcium content later in the season. 

Attention is directed to the lower phosphate content of plants grown in the 
Amberlite treatments as compared with those grown with nutrient solutions 
(tables 8 , 9, and 10 ). This is probably related to the low total amount of Am- 
berlite-phosphate used, as a result of an error in computation (see footnote f, 
table 1 ). The amoimt of Amberlite-phosphate actually incorporated in the 
beds was only about a third of that indicated by the data from other sources 
which served as a basis for computing the amounts of all the other Amberlite- 

TABLE 9 


Inorganic composition of 6-week~old Romaine lettuce plants 
Per cent dry weight 


TAITK 

XniMBES 

tbeauceite 



Mg 

POi 

N 

SOi 

1 

Sand culture, nutrient solution 

8.8 

1.0 

0.6 

2.6 

0.2 

1.0 

3 

Sand culture, all Amberlite-nutrients, 
except K and NOs added as 0.01 M 
KNO, 

6.3 

0.4 

0.3 

1.0 

0.3 

1.1 

4 

Sand culture, all Amberlite-nutrients 

7.0 

0.7 

0.4 

0.9 

0.4 

1.0 


TABLE 10 

Inorganic composition of tomato fruit 
Per cent dry weight 


XAHK 

ITOM- 

BES 

TSXATICENT 

VAMETY 


Ca 

Mg 

PO* 

N 

1 

Sand culture, nutrient i 

Frazier-Gardner 

5.64 

.053 

.33 

2.72 

3.40 


solution 

Grothen Globe 

4.50 

.063 

.20 

1.81 

2.48 



Marglobe 

4.32 

.076 

.23 

2.00 

2.40 

4 

Sand culture, all Amber- 

Frazier-Gardner 

5.07 

.043 

.27 

1.09 

2.80 


lite-nutrients 

Grothen Globe 

4.18 

.077 

.18 

0.70 

2.18 



Marglobe 

3.98 

.072 

.20 

0.83 

2.17 


nutrieats (2). The reduction in the phosphate content of plant tissue was very 
marked in the latter part of the growing season; the differences in the phosphate 
content of yoxmg plants ■were less pronounced (table 7 ). 

The inorganic compoation of fruit grown in an Amberlite ig given 

in table 10. A comparison was made between fruit grown in t,a.TiV 4 and that 
pown in tank 1 . Except for pho^hate, the data indicate no wide variation 
in the inorganic compoation of fruit grown in the two mediums. This is in 
general accord with other findings (3) that the mineral compoation of the fruit, 
as eontirasted -with that of the -vegetative parts, is not subject to wide fl.uctua- 
tions. A distinct mineral deficiency would make normal fruit development 
imposable. 
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Laboratory teachings of Amberlite mixtures. The unavailability of calcium 
and magnesium in the all- Amberlite treatment and the apparent effect of KNO3 
in rendering these bivalent ions available suggested the desirability of checking 
these effects under more rigorous laboratory conditions. It was decided to 
simulate in the laboratory the chemical systems used in the growth experiments 
in the greenhouse, omitting, however, the plants. One kilogram of dried silica 
sand was thoroughly mixed with a mixture of ‘‘aH Amberlite-nutrients’’ in 
the same proportions as given in table 1 for tank 4. The mixture was placed 
in a percolation column equipped with a small wad of glass wool in the bottom. 
The column was then leached with 1 liter of water and allowed to drain freely. 
The leachate was collected and poured again through the column at regular 
intervals. This operation was repeated until a total of 35 recirculations or 


TABLE 11 

Results of chemical analyses of leachates and extracts of Amberlite mixtures 



sPBcmc 

COMDUCT- 

ANCSXIO 

I® 


Ca++ 


NOi- 

HiPOr* 


mhos 



m.e. 

mx. 

m.0. 

m.e. 

1. Leachate from 1000 gm. of sand 








mixed with all Amberlite-nutrients. 
Washed with 1,000 cc. H^O 

153 


5.39 

0.07 

0.0 

3.82 

0.11 

2. Leachate from 1000 gm. of sand, 


mixed with all Amberlite-nutrients, 
except K and NOs. Washed with 
1000 cc. of 0.01 M KNOj 

275 


6.88 

2.99 

1.76 

4.83 

.85 

3. Extract of a mixture of all Amberlite- 

nutrients, with 1000 cc. HsO 

82.4 

3.60 

2.10 

0.04 


1.63 

0.05 

4. Extract of a mixture of all Amberlite- 

nutrients, except K and NOs, with 
1000 cc. of 0.01 M KNOi 

306 

3.30 

7.24 

1.38 


6.96 

1.13 



p.p.m. PO4"* 

• Computed by the following formula: « m.e. HjPOr per liter. 


cycles was attained. After the last cycle, samples from the leachate were taken 
for analyas. A idmilar technique was used in obtaining leachate samples for 
analysis from the “aU Amberlite-nutrients except K and NO*” treatment. This 
column was leached with 1000 cc. of 0.010 M KNO*. 

As a further check on the nature of ionic solubility in Amberlites, extracts 
of the two mixtures of Amberlites were made by dispensing with sand altogether 
and extracting the materials with 1000 cc. of water and with 1000 cc. of 0.010 
JIf ENOa re^ectively. The requiate amounts of Amberlites were mixed with 
either the water or tiie ENO* in a bottle, and the bottle was stirred in a tiiaking 
machine for 52 hours — ^the time elapsed in completing the leachings of the sand 
series. Each treatment was replicated four times. The results, as given in 
table 11, are averages of four analyses, which showed close agreemoit. 

The data in table 11 confirm the results obtained in the greenhouse experi- 
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ments. The concentrations of calcium and magnesium were very low in both 
the leachate and the extract from the “all Amberlite-nutrients” combination. 
When K- and Amberlite-NOs were omitted, however, and a dilute solution 
of KNOs was used, appreciable amounts of Ca and Mg were found in solution. 
Another interesting fact indicated by table 11 is the lower concentration of 
phosphate in the leachate and the extract from the “all Amberlite-nutrients” 
mixture, than in the KNO^treated combination. 

l^/^ISCTJSSION 

The results of this investigation indicated that, in terms of the objective 
sought, an affirmative answer could be given to the question whether Amberlite 
ion-exchangers can serve as sources of plant nutrients and thereby simplify 
the present technique of growing plants in an artificial medium without soil. 
It was shown, however, that the Amberlite technique most suited for growing 
plants was not the obvious one anticipated at the start, that is, the one in which 
all the nutrient ions are supplied by Amberlite cation- or anion-exchangers. 
From this combination, calcium and magnesium were unavailable for plant 
growth. When, however, KNOs was used, no calcium- or magnesium-de- 
ficiency symptoms were observed. The use of KNOs in conjunction with Am- 
berlite-nutrients accomplished most of the principal objectives sought in the 
new technique. The substitution of KNOs for K-Amberhte and Amberlite-NOs 
also resulted in great economy of materials (see table 1). 

The nonavailability of calcium in the “all Amberlite-nutrients’’ treatment 
(tank 4), but its availability in the “all Amberlite-nutrients except K and NOs” 
treatment (tank 3) is not explicable by the present data. One possible hy- 
pothecs was that in tank 3 the daily irrigations with KNOs resulted in the re- 
placement of calcium from Ca-Amberlite by the potassium of the KNOs solution. 
This explanation, however, is not supported by the analyses of leachates from 
tank 4 (table 5) which indicated large amounts of potassium and nitrate in 
solution. The full explanation of these results must await further investigation. 

From the published properties of Amberlites there was no reason to expect 
that cue Amberlite-ion affected the properties of another, when a mixture of 
Ambcrlite-cations and Amberlite-anions, such as used in this investigation, 
prepared. But the evidence here presented (table 5) indicates appreciable 
solubility of adsorbed ions, especially potassium and nitrate, when an Amberlite 
nutrient mixture was prepared. • 

The data presented do not bear directly on the nature of mechanism by which 
ions adsorbed on the Amberlites were taken up by the roots. The analyses 
of leachates (table 5) indicate that for ions like potassium and nitrate the amounts 
dissolved were comparable to those usually included in nutrient solutions. For 
others, like calcium in the leachate from tank 3, though the concentration is 
lower than that in most nutrient solutions, there is no reason to believe that 
it vrould be necessarily inadequate, if it is assumed than an equilibrium condition 
obtained and that absorption by plants resulted in additional amounts going 
into solution. The technique used in this investigation \vas not designed to 
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distinguish between absorption from a liquid phase and absorption through 
“contact exchange’’ (7) between roots and solid Amberlite particles. AH that 
can be said is that the data do not require the invoking of a “contact-exchange” 
mechanism to explain the results obtained. 

The purpose of this investigation was to gsun basic information about the 
suitability of Amberlite ion-exchangers as a means of simp lifying the gravel 
culture technique for soilless crop production. At the time the investigation 
was begun, the successful accomplishment of the primary mission rather than 
economic considerations of cost was the dominant thought. The relative availa- 
bility and expense of various materials will, of course, receive careful scrutiny 
under peacetime conditions. The results obtained to date seem to justify 
further research into the various aspects of the new technique. 

STJMMABT 

An investigation was conducted to determine the feaability of growing crop 
plants in sand culture to which plant nutrients were supplied, not in a nutrient 
solution, but as adsorbed cations and anions on synthetic resins, known as 
Amberlites. 

Tomatoes and lettuce were used as indicator crops. They were grown in 
surface-irrigated lai^e production-scale beds as well as in subirrigated small 
cultures. 

Chemical analyses were made of leachates from the various cultures and of 
leaves, stems, and fruits of plants grown under the different experimental con- 
ditions. 

Two principal nutrient combinations were investigated: (a) one in which all 
the nutrient ions were furnished in an adsorbed form on Amberlites and (6) 
another in which potassium and nitrogen were supplied by daily irrigations 
of a dilute KNOa solution but all the other nutrients were furnished as in (a). 

In the (a) treatment calcium and magnesium were found unavailable for 
plant growth. Good growth and fruiting were obtained in (b). 

A discussion is presented of the possible advantages and conditions under 
which the adsorbed-nutrient technique may find application in crop production 
without soil. 
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COMMENTS ON THE BASIS OF “CONTACT EFFECT^' 

Karl A. Gbossenbacher* 

The contact-exchange theory of Jenny and Overstreetf postulates a direct transfer of 
adsorbed cations between plant roots and clay particles. This phenomenon would take 
place in all typical soils. 

More recently Jennyt has postulated a second type of contact relationship between plant 
roots and solid particles. In the case of electropositive particles coining in contact with the 
predominantly electronegative root surface there may be unfavorable contact effects. No 
mechanistic explanation of this adverse contact effect has been developed, but Jenny points 
out that the intermingling of the two oppositely charged electric double layers may cause 
the disturbance. 

At a time when all plant nutrition problems can apparently be eisplained in terms of the 
relations of plant roots to the soil solution, it is difficult to accept any other general theories. 
However, we have both favorable and adverse contact effects now postulated on the solid 
basis of colloidal behavior. 

Both of these phenomena would possibly be involved in the foregoing investigation re- 
ported by Amon and Grossenbacher. 

In this investigation apparent calcium and magnesium deficiency occurred. The culture 
medium was complicated by the presence of all of the essential ions as well as both cation- 
and anion-absorbing materials . The various interactions may indeed be complicated. N o 
effort will be made here to discuss every phase of the systems used or to show why the results 
obtained appeared to be explained by the hypothesis that calcium and magnesium were 
unavailable. 

Before this could be done more will have to be learned about the nature of the postulated 
adverse contact effect. Other factors to be considered would be: the number of contacts 
per unit area, the percentage of root area dominated by such contacts, and the influence of 
the magnitude of the charge on electropositive particles or of the difference in charge be- 
tween the root surface and the colloidal particle in contact with it. 

Let us consider three general points: 

1. Adverse plant responses appeared earlier and were more severe when higher concen- 
trations of Amberlite-nutirent were used. Toxicity of Amberlite itself seems to be ruled 
out because the addition of a dilute salt solution allowed good plant growth. Therefore 
increasing the number of contacts between plant roots and Amberlite seems to have an 
adverse effect. 


* Department of natural science and mathematics, University of California, Santa Bar- 
bara, California. While accepting full responsibility for these comments, the author is 
indebted to H. Jenny for his helpful discussion and numerous suggestions. 

t Jenny, H., and Overstreet, B. 1939 Cation interchange between plant roots and soil 
colloids. Soil Sci. 47 : 267-272. 

t Jenny, H. 1946 Adsorbed nitrate ions in relation to plant growth. / our. Colloid Sci. 
1:83-46. 
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2. The addition of electrolites (CaS 04 ,MgS 04 , KNO3, NaCl) improved plant growth. 
Not only do these additions increase the availability of calcium and magnesium but they 
also lower the magnitude of the electric charge on colloidal particles. It is probable that 
even with the same number of contacts the adverse effects would be reduced if the magni- 
tude of the charge was reduced. 

3. Additional evidence based on the distribution and development of root systems. 
In an additional series of tests, made by the writer, in the previously described auto- 
matically irrigated pots the variation in plant response was extremely high. In triplicate 



Typical Examples op Root Systems Developed in Automatically Irrigated Pots 


5C. Typical small root system in adverse Amberlite culture. 

6B, Typical root mass developed in the same Amberlite mixture with the addition of 
OOSMNaCl, 

ISC. Root systems from two plants in a single pot sho’w-dng the heavy shell of roots de- 
veloped by one of the plants. 

lie. A heavy shell of roots (opened and flattened) developed by two plants in the same 
treatment where tw^o other plants, IIB, in another pot showed typically dwarfed root sys- 
tems. Note several roots on the extreme right of llB which had reached the wall of the 
pot and were beginning to show improved growth. 


pots the yield from single pots varied as much as from 1 to 10 in five of the total sixteen 
treatments. The variation betvreen single plants "within the same pot was often even 
greater. Quite obviously there was some factor in the environment of these plants that 
w’as completely out of control. 

At the end of the growth period, the root systems "which had developed in all 36 pots were 
carefully inspected. Typical examples are shown in the accompanying illustration. Dif- 
ferences in top growth were accompanied by differences in root distribution and develop- 
ment. In all cases of great irregularity there were parallel irregular! teis in the quantity of 
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roots growing along the wall of the pot, between the pot and the mass of synthetic soil. In 
the comparable five treatments where the same Amberlite mixture had been irrigated with 
0.03il/ NaCl, roots grew profusely throughout the mass of “soil.” In the absence of NaCl 
only those roots that managed to get to the pot wall could grow well; the others remained 
abnormally dwarfed, and plants with only this type of roots grew poorly. The pots used 
were the same as those described earlier, they were lined with asphalt paint which has been 
shown to be inert and impermeable as used in the culture of plants. 

As soon as a plant root reached the wall of the pot, part of its surface was protected from 
adverse contact with the Amberlite mixture, and it grew and functioned normally. Fre- 
quently solid layers of roots were developed, showing that roots could grow well between 
other roots. In fact, they grew better in such exposures than imbedded in the mass of 
Amberlite mixture. In the absence of contact with the Amberlite, the growth and function 
of roots seemed to be normal even though all of the nutrient ions wore supplied by the 
Amberlite. It hardly seems possible, therefore, that the primary difficulty could be the 
unavailability of calcium and magnesium as such. 

On the basis of these three point, it may be concluded that contact effects were playing 
an important role in the investigation reported. The number of contacts and the charge 
on the particles were both involved. A critical electrolyte level probably associated with 
the particle charge is indicated. In the range 0.01-0 .03il/ concentration there is less ad- 
verse effect than in lower concentrations. 



CHEMICAL COMPOSITION OF THE COLLOIDAL CLAY 
FRACTION OF SOME SOLODI SOILS OF MINNESOTA^ 

A. L. BROWN AND A. C. CALDWELL* 

Minnesota Agricultural Experiment Station 
HeeeivBd for publication June 26, 1946 

The solodi soils are an intrazonal group of soils usually found in association 
with the chernozem, chestnut, or brown zones under an arid, semiarid, or sub- 
humid climate. They occur in such association in Minnesota, commonly in 
slight depressions, although they may be found on level or nearly level terrain. 
Theories of their formation have been advanced chiefly by Russian investigators, 
but their morphology and genesis have not been too clearly determined thus far. 
It has been postulated that the solodi soils represent an advanced stage in the 
evolution of alkali soils from solonchak to normal soils. If, for some reason 
or other, an improvement in drainage of a saline soil diould occur, then it is 
thou^t that removal of excess salts from the very salty solonchak results in 
a solonetz, which through further leaching becomes a solodi. From the acid 
solodi soil may then evolve a so-called normal soil, which has been replenidied 
with bases from the subsoil by vegetation. 

A number of workers have studied the colloidal materials from representa- 
tive profiles of the major soil groups and have revealed significant differences 
in the chemical composition of these colloids. In other words, an analysis 
of the colloidal fraction of a soil will add in determining to which group the soil 
belongs. 

The present study is concerned with information on the colloidal material 
extracted from solodi soils in an attempt to categorize this intrazonal group 
on the basis of the chemical composition of the colloidal clay fraction. It was 
thought that the characteristics of these soils mi^t be more clearly elucidated by 
such an investigation. The soils used have been identified as solodi by Rost 
and Maehl (24). 

The literature pertaining to the chemical composition of soil colloids in relation 
to soil groups has been fairly well summarized by several workers (10, 22, 23). 
On the basis of the available information on the colloidal materials from the 
major soil groups, it appears that each group has very definite and distinctive 
characteristics as revealed by an analysis of the fine clay particles. Thus, 
different soil-forming processes produce colloidal fractions of differing chemical 
composition (1). 

MATERIALS AND METHODS 

Description of ihe soils 

Soil samples, which represent six profiles under investigation, were obtained 
from Wilkin and Norman Counties in the Red River Valley of Minnesota. They 

1 Paper No. 2300 of the Scientific Journal Series, Minnesota Agricultural Experiment 
Station. 

* Senior assistant, soil surveys. Research Council of Alberta, and assistant professor of 
sdls, University of Minnesota, respectively. 
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are a degraded phase of Faigo clay and have been developed on lacustrine de- 
poats. 

The moipholc^r of the soils used in this study is characterized by a dark 
brown to black or dark gray, compact, dightly lamellar to granular Ai horizon 
below which there is a light gray to ashy gray, lamellar, friable A% horizon. The 
Ai varies from 4 to 8 inches in depth, and the A 2 horizon ranges about 4 to 6 
inches. The upper part of the B horizon is dark gray to dark olive-gray or 
black, with a coarse granular to fine blocky structure and a tendency to vertical 
cleavage. The lower part of the B horizon is similar to the upper but somewhat 
lifter in color and it does not have the tendency to vertical cleavage. The 
B horizon, in general, is compact, waxy and very sticky when wet, hard when 
dry. This horizon grades into a light olive-gray or buff-colored, more or less 
structureless C horizon which is less sticky and waxy than the material above 
it. The A and B horizons have an acid reaction, whereas the C may be neutral 
or slightly alkaline. 


Methods 

The material with an equivalent diameter of 0.5 ju and less was separated 
from the samples of soil with the aid of a Sharpies supercentrifuge. The 0.5 
fi upper limit was chosen, since work on fine soil material indicates that particles 
up to this fflze exhibit essentially the characteristics of colloids. 

The details of the procedure have been adapted from methods proposed by 
Hauser and Reed (16), Bradfield (3), Bray et al. (4), and Fry et al. (14), and 
is briefly as follows: 

The soil sample was dispersed in distilled water and passed through a 300- 
me^ screen. The material passing throu^ the screen plus washings usually 
approached a ratio of 1 part soil to 25 parts water. This suspenson was fed 
at the rate of 450 ml. per minute into a Sharpies supercentrifuge, the bowl of 
which rotated at 10,194 revolutions per minute. 

The liquid obtained from the centrifuge was passed through Pasteur-Cham- 
berland filters and finally evaporated to dryness on the steam plate. The ma- 
terial remaining on the inside of the centrifuge bowl was redispersed, with the 
clear liquid from the filters, and run through the same process as before. This 
was repeated ten times for each sample. The fine clay obtained from the ten 
filtrations was combined into one sample and evaporated to dryness. 

Methods commonly used in the analyms of soils and rilicate rocks were em- 
ployed in this investigation. 

The cations adsorbed on the exchange complex were extracted with 1 N am- 
monium acetate solution according to Feech (21). 

Total exchange capacity was calculated from a colorimetric determination 
of adsorbed ammonia by direct Nesslerization (21). 

The individual cations were determined by common analytical procedures, 
and the hydrrgen was calculated by difference. 
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HESUiaS 

Chemical analysis of the colloids 

The chemical analyses, as well as other relevant data, are ^own in table 1. 
The percentages of colloid are based on the air-dry wei^t of the sral; the organic 
matter and loss of ignition figures are based on the oven-dry wei^t of the col- 
loid; the percentages of the various oxides are based on the oven-dry wei^t 
of the colloid less riie organic matter. This method of expression ^ves a better 
comparison of the comporition of the inorganic colloidal materials, rince the 
effect of the organic matter is removed. 

The results ^own in table 1 reveal great uniformity in the chemical com- 
porition of the colloidal clay fractions. 

The percentages of colloid (table 1) do not represent the total colloidal fraction 
(less than 0.5 y) in the soil, because even after ten times throu^ the centrifuge, 
^e liquid diowed some opalescence. These values do account, however, for the 
major portion of the fine clay, and they are at least comparable. The A horizon 
contains the least amount of coUdd the three horizons, and the B appears 
to contain the most. Organic matter has diluted the products of weathering, 
and the inorganic colloidal clay content on a percentage baas has decreased 
in the A horizon. Some downward movement of fine material has taken place, 
resulting in an accumulation in the B horizon. 

The various profiles diow a marked similarity in organic matter content: 
a high percentage in the Ai horizon, a rather rapid decrease to the Aa horizon, 
and a more gradual and imiform decline to the C horizon. 

The percentages of combined water in the coUdds range from 5.05 per cent 
to 6.53 per cent with no trends revealed within the profiles. Ccanbined water 
represents essentially water of hydration, and previous treatment will have 
considerable influence upon the amount found in the colloidal materials. 

The amounts of silica contained in the colloidal material range from 54.49 
to 60.01 per cent. This relatively hi^ dlica content seems to be characteristic 
of soils developed under an arid or semiarid climate, as suggested by some workers 
(5, 20). The hi^er percentage in the A horizon indicates a removal of sesqui- 
oxides from this layer, but this removal has not been extendve in any case. 

The dx profiles are siTnilar with respect to their alumina content, the tendency 
being toward a greater amormt in the B horizon than in either the A or the C 
horizons. The increase of alumina in the B horizon would give merit to the 
su^stion made above that some removal d sesquioxides has occurred from 
the surface horizon. This leaching of sesquioxides down the profile is char- 
acteristic of solodi soils according to Gedroiz (15). 

The amotmt of iron oxide appears to increase with depth, although this does 
not hold for all profiles. The iron has been leached from the surface to a greater 
degree than the alumina, but there is no decided accumulation at lower depths. 

There is a marked dmilarity among the profiles in their titanium content. 
Apparently Ti02 accumulates in the B horizon in podzol soils and other zonal 
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TABLE 1 


Chemical constituents of colloidal material extracted from horizons of six solodi profiles 


BAlfP££ 

KUUBEX 
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ON 
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FesOi 

TiOa 
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1.63 

2.36 

0.39 

2.63 

31078 

A, 


16.32 

3.82 


6.80 

R*!i] 

mm 

9.07 

0.61 


1.21 

2.59 

0.48 

2.65 

31079 

Bi 

11-14 

29.31 

2.20 

8.50 

6.44 

55.42 

21.68 

9.66 

0.65 

jnS 

1.26 

2.73 

0.33 

2.84 

31080-1 

B* 

15-22 

31.75 

1.98 

8.35 


55.32 

EE 


0.66 


1.25 

2.78 

0.24 

2.60 

31082-3 



29.56 

1.56 

7.29 

5.82 

55.97 

20.96 


0.69 

.086 

1.33 


0.20 

2.87 

31084 

BC 

31-34 

21.81 

1.41 

6.96 

6.63 

mm 

20.11 

9.68 

0.56 

tSm 

1.62 

2.86 

0.29 

3.07 

31085 

C 

35-38 

19.91 

1.29 

6.89 

6.87 

56.64 

21.53 

8.82 

0.57 

.165 

1.84 

2.92 

0.29 

2.09 

31086-7 

4-Ai 



11.77 

17.34 

6.31 

56.35 


9.45 

0.62 


1.79 

2.61 

0,40 

3.48 

31088 

A, 

9-12 

12.96 

4.74 


6.06 

64.72 

21.62 


0.61 

.144 

1,43 

2.67 


2.36 

31089 

Bi 

13-16 

21.61 

2.42 

8.69 

6.42 

54.49 



0.57 

Wlm 

1.22 

2.68 

BWil 

2.08 

31090-1 

Bs 

17-24 

25.72 

1.32 

7.76 

6.53 

54.66 

19.93 

11.07 

0.67 

.081 

1.26 

2.89 

0.22 

2.08 

31092 

BC 

25-28 

23.78 

1.27 

6.84 

5.62 

54.72 

19.82 

{T^ 

0.59 

.082 

1.25 

2.81 

0.22 


31093-4 

C 

! 

29-36 

24.47 

0.9^ 

7.29 

6.37 

55.32 

19.64 


0.59 


1.32 



2.38 

31095 

6-Ai 


11.69 

11.76 


5.26 

58.24 

17.09 

9.45 



1.74 

2.69 

0.24 

2.71 

31096 

A, 

7-11 

15.01 

4.42 

9.72 

5.54 

56.24 


9.74 

0.67 

.187 

1.24 

2.81 

0.27 

2.56 

31097 

Bi 

12-16 

25.12 

EPt] 

7.67 

BS 

54.96 

22.22 

8.69 

0.67 


1.16 

3.15 

0.21 

aE!il 

31098-9 

B* 

10-23 

25.84 

2.39 

7.58 

5.32 

55.22 

20.12 


0.56 


1.25 

3.26 

0.24 

2.93 

SHOO 

BC 

24-27 

25,01 

2.22 

7.68 

5.58 

55.82 

20.01 

isr 

0.60 

KtIB 


3.30 

0.22 

2.40 

31101-2 

0 

28-35 

21.68 

1.53 

7.54 


64.71 

19.66 

11.46 

0.61 

.145 

1.76 

3.33 

0.24 

2.43 

28040 

6— Ai 


8.53 

8.96 

14.72 

6.11 

55.26 

19.89 


0.61 

.289 

H 

2.69 

0.33 

2.32 

28041 


5-8 

7.56 

12.34 

17.64 

6.05 

EE 

19.83 

8.92 

0.65 

.373 

1.68 

2.44 

0.36 

2.04 

28042 

A, 

9-14 

7.26 


11.26 

5.39 

57.16 

19.58 

8.65 

0.72 

.142 

1.54 

2.39 

0.31 

2.29 

28043 

Bi 

15-18 

22.49 

2.76 

miwii] 


55.82 


BSli 

.066 

1.48 

2.72 

0.27 

2.03 

28044-5 

b. 

19-26 

19.13 

3.23 

8.53 

5.48 

55.82 

21.81 

.068 

1,60 

2.74 

0.26 

2.49 

28048-7 

BC 

27-34 

EE 


8.58 

6.65 

55.69 


9.370.61 

.077 


2.79 

0.28 

2.62 

28048 

C 


}24.56 

Bi 

m 


B 

mSm 

iiiiiU 

11 

ii 

li 


2.47 


types but in the A horizon of laterites and lateritic soils (19), and also in the A 
horizon of the intrazonal soils under discussion. 
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There is good agreement both as to amounts of phosphorus and the distribu- 
tion of this element throughout all the profiles. The Ai has a higher percentage 
of P 2 O 6 than the other horizons. This may be attributed to the high organic 
matter content of the surface horizons in which much of the phosphorus may 
occur in organic combination. All profiles show an increase of this element 
in the C horizon. The distribution of phosphorus in the profile may be ex- 
plained by the vegetation’s drawing on the reserves of this element in the B 
horizon and returning it to the surface as plants decay. 

The calcium content has a rather wide range, especially in the Ai horizon. 
The trend is similar in all profiles, in that the CaO decreases with depth to the 
lower B and increases somewhat in the C horizon. A similar explanation to 
that for the distribution of phosphorus may be advanced for calcium, namely, 
that the vegetation returns it to the surface. 

The magnesium content exceeds that of calcium, as shown in table 1. Jofife 
(19) points out that in a solodi there is a movement of magnerium downward 
in the profile, which results in a higher content of exchangeable magnesium at 
lownr depths. The values for total magnesium indicate some accumulation 
of MgO in lower horizons. 

The sodium content of these colloids is relatively low and variable, ran^g 
from 0.10 to 0.69 per cent. Though these figures are higher than those reported 
by Caldwell and Eost (10) for colloids extracted from prairie, chernozem, and 
gray-brown podzol soils, they are not exceptionally high. 

The amount of potassium present in the soil colloids is comparable to that 
of magnesium and is relatively hi^. There are variations within the profiles 
as well as among them, but there seems to be no definite order to these differences. 

CaMan-exchange data 

The total exchange capacity and the millequivalents of the exchangeable 
cations for the colloids from three profiles are shown in table 2. The total 
exchange capacity is relatively high, that of the Ai horizon being higher than 
that of the remainder of the profile. The high capacity of the Ai horizon can 
be attributed to the greater amount of organic matter in this layer, rince organic 
colloids are recognized as having a higher exchange capacity than inorganic (2). 
Hydrogen is the principal cation on the complex but calcium is nearly as prom- 
inent. The amount of exchangeable magnesium is only about one half that of 
the exchangeable calcium, and the exchangeable sodium, potassium, and man- 
ganese are low. There is a marked similarity in the three profiles and a notice- 
able uniformity within each profiile in regard to total exchange capacity and to 
individual cations. 

In table 3 are given the total percentages of the bases in the colloid and the 
percentages of these total bases that occur in nonexchangeable form. The 
determination of the exchangeable cations is useful in figuring the true rilicar 
total base ratio and also is an aid in identifying the clay minerals present. 

A few points revealed by these data (table 3) are worthy of note. Apparently 
the major portion of the calcium (91 to 100 per cent) exists in the exchangeable 



TABLE 2 


Total exchange capacity and exchangeable cations of colloidal material from horizons of three 

solodi profiles 


Psoms NXnCBEK 
ANDHOXIZON 

TOTAL EXCHANGE 
CAPACITY 

EXCHANGEABLE CATIONS 

Ca 

Mg 

Ka 

m 

Mn 

H 


mjf,/10O gm. 

m^./J00 

m e./100 


m.e.fl00 

mje./lOO 

m.e./I00 


gm. 

gm. 


gm. 

Sn. 

gm. 

I'Ai 

97.5 

40.1 

15.2 


3.3 

0.4 

38.1 

A* 

81.2 

23.7 

11.7 


4.7 

0.4 

39.7 

B, 

75.5 

22.3 

12.1 


4.0 

0.2 

36.3 

B, 

80.5 

22.9 

12.4 

1.1 

4.1 

0.1 

39.9 

BC 

75.7 

23.1 

12.8 

1.1 

4.3 

0.1 

34.3 

G 

76.5 

25.4 

11.0 

1.1 

4.3 

0.1 

34.6 

2^Ai 

98.7 

31.3 

11.7 

0.7 

3.9 

0.5 

50.6 

A, 

83.7 

24.7 

10.3 

0.9 

3.4 

0.5 

43.9 

Bx 

75.5 

22.8 

12.2 

1.0 

3.8 

0.2 

35.5 

B, 

76.0 

22.2 

12.3 

0.9 

3.5 

0.1 

37.0 

BC 

73.5 

22.1 

11.4 

2.3 

3.9 

0.1 

33.7 

3 .A 1 

83.7 

25.4 

9.9 

1.1 

2.3 

( 0.5 

44.5 

A, 

71.5 

22.0 

9.0 

1.0 

3.3 

0.4 

35.8 

Bi 

75.5 

22.8 

10.3 

0.9 

3.9 

0.1 

37.5 

Bt 

75.5 

23.1 

9.8 

1.2 

4.7 

0.1 

36.6 


79.0 

24.0 

10.0 

1.0 

3.4 

0.1 

40.5 

BC 

73.5 

24.4 

9.6 

0.4 

3.8 

0.1 

35.2 


77.5 

30.1 

9.0 

2.2 

3.1 

0.1 

33.0 


TABLE 3 

Total bases in colloid fractions (from table 1 ), and percentages of these totals that are 

nonexchangeable 


PXOflCS 


TOTAL BASES 


1 PEOPOXTION OP TOTAL BASES NONEXCHANiOABLE 

NUUBXRAHD 









HOSZEON 

CaO 

MgO 

Na«0 

KsO 

CaO 

MgO 

Na«0 

£*0 


percent 

percent 

percent 

percent 

percent 

percent 

per cent 

percent 

1-Ax 

2.89 

2.67 

0.22 

2.38 

9.00 

73.41 

95.45 

92.86 

At 

1.54 

2.46 

0.34 

2.14 

8.44 

79.67 

91.18 

89.25 

Bx 

1.37 

2.71 

0.23 

2.09 

6.57 

81.65 

91.30 

90.91 

Bs 

1.89 

2.87 

0.33 

1.81 

6.75 

82.23 

90.91 

89.50 

BC 

1.39 

3.00 

0.20 

2.42 

6.04 

82.33 

86.00 

91.73 

C 

1.56 

3.02 

0.45 

2.04 

7.69 

85.10 

93.33 

90.20 

2-Ax 

2.22 

2.71 

0.54 

2.69 

9.46 

80,07 

96.30 

93.31 

A. 

1.57 

2.45 

0.37 

2.93 

6.73 

82.04 

91.89 

94.20 

Bx 

1.26 

2.84 

0.33 

2.56 

.... 

82.39 

90.91 

92.97 

B, 

1.23 

2.90 

0.69 

1.75 

.... 

82.41 

91.30 

90.86 

BC 

1.25 

2.92 

0.49 

1.87 

.... 

83.90 

85.71 

77.64 

3-Ax 

1.63 

2.35 

0.39 

2.63 

1.28 

80.85 

92.31 

95.44 

A, 

1.21 

2.69 

0.48 

2.65 

.... 

85,71 

93.75 

93.96 

B. 

1.26 

2.73 

0.33 

2.84 

.... 

84.61 

90.91 

93.66 

Bt 

1.29 

2.89 


2.73 

.... 

85.81 

81.82 

93.04 

BO 

1.52 

2.86 

0.29 

3.07 

8.55 

86.01 

96.55 

94.14 

C 

1.84 

2.92 

0.29 

2.09 

7.00 

87.67 

76.86 

92.82 
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form. Approximately 80 per cent of the magnesium, 90 per cent of the sodium, 
and 90 per cent of the potassium occur in the nonexchangeable form and thus 
may be considered essential constituents of the clay minerals. 

Derived data 

Jenny (18) has pointed out the advantages of expressing chemical data as 
molecular values and also has given a list of ratios that have been used by soils 
workers. These ratios may be calculated from chemical analyses of the whole 
soil or the colloidal fraction. Only ax ratios were calculated in this study, as 
diown in table 4. The authors have not seen the ratio of silica to nonexchange- 
able bases reported in the literature. Its significance will be discussed later. 

The ratios of silica to sesquioxide are relatively wide for aH profiles and all 
horizons. In general, the A horizon has a wider ratio than any layer below. 
This substantiates the suggestion made above that there has been some con- 
centration of silica in this horizon. These values are for the most part higher 
than averages given by Reifenberg (22) for several zonal groups and those re- 
ported by Byers (8). 

The silica-alumina ratios are relatively wide in comparison to those reported 
by Byers et ah (9) for the major soil groups. So far as can be indicated from 
the alica-alumina ratios, some alumina has been removed from the A horizon 
with some increase of this element in the B horizon. 

The ratios of silica to iron o^dde are relatively wide in comparison to those 
reported by others (9). There is a narrowing of the ratios with depth, especially 
from the A to the B horizon. Apparently iron has been removed from the A 
horizon with some accumulation in the B. 

The iron oxide-alumina ratios indicate that iron has been removed from the 
A horizon to a greater degree than has the alumina. 

The bases used in calculating the silica-total base ratios were calcium, mag- 
nesium, sodium, and potasaum. These ratios range from 6.30 to 8.65 and are 
similar in value to those reported by others for some zonal soils (9, 10). 

Since the bases used in the ratios above represent exchangeable and non- 
exchangeable forms, they do not represent the bases actually making up an 
integral part of the clay mineral crystals. To obtain some indication of the 
tilica-base relation^ps in the clay minerals the ratios presented in the column 
to the extreme right of table 4 were calculated. The nonexchangeable fraction 
of the bases was used in the calculation. There does not appear to be any definite 
order for these ratios, which range from 9.61 to 13.10. All values are greater 
than any silica-base ratios reported in the literature. 

DISCUSSION OF KESULTS 

It would seem that the factors of climate, parent material, vegetation, re- 
lief, and age, which contribute to the formation of the various s<m1s, are reg>on- 
sible for the production of colloidal materials which are different in composition 
and characteristics for each particular soil. The colloidal materials of the 
major soil groups of the world seem to have a distinctive and characteristic 
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chemical compoation. Data reported by Byers and Anderson (7) and others 
(6, 12, 13, 17) have led them to suggest that perhaps even soil series may be dif- 

TABLE 4 


Molecular ratios of the soil colloids 


FSOFUS MUICBBK 
AND HORIZON 

SiOs 

lUOa 

SiOs 

AliOa 

SIO« 

Fe*Oi 

Fe«0» 

AlsOs 

SiQ» 

BASES* 

SiO» 

bases!* 

1-Ai 

4.14 

5.29 

19.06 

.277 

6.67 

HjjjQRH 

A, 

4.06 

5.23 

18.08 

.289 

8.55 


Bi 

3.91 

5.08 

16.94 

.300 

8.28 

12.17 

B. 

3.83 

4.99 

16.41 

.304 

8.00 

11.75 

BC 

3.85 

5.26 

14.41 

.346 

7.62 

10.86 

C 

3.83 

5.13 

15.07 

.340 

7.29 

10.40 

2**Ai 

4.11 

5.34 

17.74 

.301 

6.67 


A, 

3.85 

5.00 

16.67 

.300 

7.72 

11.26 

Bi 

3.65 

4.78 

15.52 

.308 

7.46 


B, 

3.65 

4.86 

14.64 

.332 

7.68 

1 10.94 

BC 

3.72 

4.98 

14.64 

.341 

7.79 

11.50 

3-A, 

4.17 

5.25 

20.39 

.267 

8.17 

12.40 

A, 

3.61 

4.61 

16.69 

.277 

7.78 

10.66 

B, 

3.37 

4.33 

15.24 

.284 

7.34 

10.20 

B, 

3.49 

4.55 

15.03 

i .303 

7.31 

10.13 

BC 

3.67 

4.80 

15.63 

.307 

6.99 

9.61 

0 

3.47 

4.38 

16.76 

.261 

7.01 

10.47 

4-Ai 

3.82 

5.03 

15.84 

.317 

6.71 


A, 

3.43 

4.31 

16.92 

.265 

7.75 


B, 

3.35 

4.45 ! 

13.60 

.312 

7.97 


B» 

3.43 

4.65 

13.12 

.354 

7.61 


BC 

3.48 

4.68 

13.56 

.345 

7.76 


0 

3.55 

4.80 

13.62 

.353 

7.61 


S-Ax 

i 

4.27 i 

5.78 

16.37 

.353 

7.44 


At 

3.74 

4.94 

15.34 

.322 

7.67 


Bt 

3.36 

4.19 

16.82 

.249 ! 

6.86 


B, 

3.52 

4.65 

14.45 

.322 

6.66 


BC 

3.67 

4.73 

16.36 

.289 

6.93 


C 

3.44 

4.72 

12.68 

.372 

6.30 


6-Ai 

3.73 

4.75 

17.48 

.272 

7.39 


A. 

3.86 

4.95 

17.67 

.282 

8.20 


Bx 

3.47 

4.50 

15.20 

.296 

7.75 


B, 

3.45 

4.34 

16.77 

.259 

7.31 


BC 

3.61 

4.69 

15.79 

.297 

7.22 


C 

3.67 

4.76 

15.91 

.299 

7.26 



♦ Total KjtO, MgO» and CaO. 

t Nonexohan^^ble Na«0, K^O, MgO, and CaO. 


ferentiated on the bai^ of the chemical nature of the colloidal material in soils. 
The ccAoidal material from intrazonal soils, however, has not been investigated 
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to any great extent, and there are few data available except for a few profiles 
of solonetz and alkali soils. The authors have been unable to obtain any lit- 
erature reporting chemical analysis of the colloids of solodi soils, but it is possible 
to compare the chemical composition of the solodi soils studied here with other 
zonal and intrazonal soils and indicate similarities and differences which may 
help to further categorize these soils. 

TABLE 5 


Average molecvXar ratios for various soil groups 


SOZLGXOUP 

HOSIZON 

SiOa 

lUOi 

SiOi 

AliOi 

SiOs 

FetO, 

FeiO> 

AlsOi 

SiOa 

BASES 

Laterites 

A 

0.80 

1.01 

3.68 

.277 

20.90 


B 

1.61 

1.95 

4.66 

.324 

24.63 


C 

1.66 

1.87 

16.00 

.124 

96.00 

Red-yellow podzolic 

A 

1.46 

1.72 

8.95 

.208 

17.09 


B 

1.39 

1.66 

7.10 

.250 

29.22 


C 

1.42 

1.76 

6.98 

.272 

42.56 

Brown podzolic 

A 

1.61 

2.10 

7.35 

.318 

8.37 


B 

0.66 

0.82 

3.64 

.225 

9.38 

Gray-brown podzolic 

A 

2.13 

2.66 

10.67 

.258 

9.23 


B 

2.10 

2.75 

9.00 

.351 

10.94 


0 

2.09 

2.70 

9.94 

.297 

12.67 

Podzols 

A 

3.28 

3.93 

19.76 

.226 

11.78 


B 

1.42 

2.09 

5.44 

.404 

8.81 


C 

2.07 

3.28 

8.52 

.369 

6-75 

Prairie 

A 

2.66 

3.61 

1 10.24 

i .364 

7.26 


B 

2.73 

3.60 

10.26 

.362 

7.85 


C 

2.63 

3.68 

9.24 

.296 

7,99 

Chernozem 

A 

2.93 

! 4.38 

! 12.37 

.372 

6.92 


B 

3.28 

1 4.23 

12.72 

.389 

6.68 


C 

3.25 

4.88 

I 

13.72 

.403 

6.88 

Solodi 

A 

3.90 

6.0i 

17.34 

.292 

7.65 


B 

3.M 

4.61 

1 16.31 

.302 

7.62 


C 

3.64 

4.82 

1 14.92 

.324 

7.28 


As pointed out in the experimental results, molecular ratios offer a convenient 
and concise method of expresang analytical data. Average ratios for the several 
great soil groups have been calculated, therefore, from data in the literature 
and are presented in table 5. The values diown do not represent the means 
of the same number of individual ratios for each. A few represent only single 
determinations, but most of them are means of from two to nearly thirty ratios. 
It is realized that averages of a lar^ number of values are not very significant 
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unless the range of the mdhiduals is known. In most cases, however, the ratios 
for the same soil type and same horizon were markedly similar, with the possible 
exception of podzols, which diowed some variation in different profiles but the 
trends within the profile of vrhich were fairly similar. 

Table 5 indicates that the major soil groups possess colloids with characteristic 
diemical compoations. The solodi group, when compared with the zonal soil 
types, appears to be not unlike the chernozem in so far as the actual values of 
lie ratios are concemed. However, dissimilarities in trends within the profile 
are readily observed- For instance, the solodi group has a narrowing of the 
silica-sesquioxide ratio in the B horizon which is more like the podzol colloids, 
although the latter show it to a much greater degree, of course. Further evidence 
of similarity in the podzol and solodi profiles can be seen in the silica-alumina 
and the silica-iron oxide ratios. These similarities pertain to trends throughout 
the profiles rather than the actual values shown. The aforementioned facts 
suggest a amilarity between the solodization and podzolization processes sub- 
stantiating the theories of Gedroiz (15). 

There are other points concerning the ratios of the solodi soils worthy of 
note. The silica-sesquioxide and alica-alumina ratios are in general wider 
in the solodi than in any other group of soils shown in table 5. This substan- 
tiates what others (5, 11, 18) have indicated, namely, that conditions of limited 
rainfall induce the formation of colloids with wide silica-sesquioxide and wide 
silica-alumina ratios. 


SUMMARY 

The colloidal material Gess than 0.6 fi in diameter) was extracted from 37 
samples of soil representing six solodi profiles. The material so extracted was 
subjected to a fairly complete chemical analysis including base-exchange de- 
terminations. Various molecidar ratios were calculated from the analytical 
data. 

The amounts of colloid extracted suggested some elmdation of material from 
the surface layers. Illuviation in the B horizon w'as indicated by an increase 
in the colloid content of this layer. 

The organic matter was noticeably high in the Ai horizon. It decreased 
rapidly to the A 2 and declined gradually to the C horizon. 

The combined water was remarkably \miform in all profiles and appeared to 
be relatively low. 

The chemical analyses showed that the coUoids contained approximately 
56 per cent silica, 20 per cent alumina, 9.5 per cent iron oxide, and lesser amounts 
of titanium, phosphorus, calcium, magnesium, sodium and potasrium. 

Cation exchange data ^owed that hydrogen was the most abundant cation 
on the complex. The major portion of the csdcium in the colloids apparently 
existed in the exchangeable form, whereas the opposite was true for the mag- 
nesium, sodium, and potassium. 

Various molecular ratios, calculated from the analytical data, were discussed 
and were compared with ratios for otiier soil groups. 
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Several facts have been brought out by this study. The colloidal materials 
from the solodi soils seem to have somewhat distinctive characteristics. Though 
they are dmilar to the chernozem colloids in the values of many ratios, they 
are nevertheless more like the podzol or podzolic colloids in the trends within 
profiles. 

The results obtained in this investigation, while indicative and suggestive, 
are not concluave. Since only a relatively few profiles were studied, and those 
from a more or less limited area, many more experimental data on these soils 
from other regions are required to establish the distinctive characteristics of the 
solodi colloids. 
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THE EFFECTS OF CALCIUM FLUORIDE INCORPORATIONS UPON 
PLANT GROWTH, FLUORINE AND PHOSPHORUS 
UPTAKE, AND SOIL pff 

W. H. MaoINTIRE, S. H. WINTBRBERG, L. B. CLEilEXTS, and 
H. W. DUNHAM* 

The Univereity of Tennessee AgrkuLtural Experiment Station 
Becdved foar publication Hovambei 14, 1946 

Fluorine in soils has been attributed to occurrences of tourmaline, biotite, 
muscovite, and phlogopite, the micas, and to apatite and fluorite (6, 18, 21, 22, 
24, 25). The element occurs in relatively meager proportions, however, in soils 
other than those derived from rocks of unususal apatite, or fluorphosphate, 
content. Fluoride increments come to the soil through the use of phosphatic 
fertilizers and insecticides (10) and through rainwaters (15). 

. Fluorine was virtually disregarded as a component of the soil system until 
recent concern as to possible effects of additive fluorides prompted studies that 
led to the adaptation of an analytical technic (16) prescribed by the A. O. A. C. 
(2). The fluorine occurrences in profiles of many types of soils were reported in 
a recent contribution on the apparent fate of fluorides carried by incorporations 
of fertilizers (21). 

Soluble fluorides have been added to soils to determine effects upon plant 
growth (1, 5, 8, 26) and also for pest control (10, 23) as well as for effects upon the 
malting of grain (22). In some cases, the fluoride additions proved beneficial; 
in others they were of no effect; and in still others they proved detrimental (10), 
especially to germination (1, 3, 4, 8) and to the feeding value of the grain wastes 
from distilleries (22), As pointed out by Aso (1) and found at the Tennessee 
Station (10) however, incorporated soluble fluorides undergo substantial transition 
to equivalences of the less soluble fluoride of calcium Hence, for soils having 
normal occurrence of reactive alumina, consideration of the effects of any 
probable input of fluorine is narrowed virtually to the behavior of an equivalence 
of calcium fluoride. 

Recent contributions dealt with the possibility that fluorides carried by 
incorporations of superphosphate may exert an influence within the soil system 
(13, 14, 18, 20). One worker concluded that such an input of component 
fluorides proved injurious to the germination of com on unlimed soil (19). Hart, 
Phillips, and Bohstedt (9) raised the question whether continuous f ertilizear in- 
corporations impart to forage crops a fluoride concentration toidc to livestock. 
No tignificant increase in percentage of fluorine content was foimd, however, in 
greenhouse crops from Tennessee soils that had been enriched by some 4.5 ton 

1 Paper read before the Fertilizer Section of the American Chemical Society at its llOth 
meeting at Chicago, September 9-11, 1946, and released by request for publication in this 
journal. 

* These studies were conducted in collaboration with the Tennessee Valley Authority, 
departments of chemical engineering and agricultural relations. Acknowledgment is 
accorded H. S. Johnson, Jr., for the reported PjOs analyses. 
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of calcium fluoride through an incorporation of superphosphate equivalent to the 
aggregate of 500 successive 500-pound incorporations per acre (15). Since such 
an incorporation resulted in soil systems that were too acidic to admit of normal 
germination and immediate plant growth, additions of woUastonite beyond 
equivalence were made to offset the acidity of the superphosphate and also that 
of a control parallel of fluoride-free monocalcium phosphate. The heavy 
input of component calcium fluoride in the heavily superphosphated soil, there- 
fore, had been supplemented by substantial proportions of readily available 
calcium in the forms of generated dicalcium phosphate and additive silicate, with 
a resultant build-up of calcium content that militated against dissolubility the 
fluoride carried by the incorporated superphosphate. That situation was 
avoided in the present pot culture study wherein substantial inputs of calcium 
fluoride were made to acidic soil without companion additions of other calcic 
materials. It seemed logical that such inputs would serve to indicate any effects 
that could be attributed to those smaller quantities of fluorides that are intro- 
duced when phosphatic fertilizers are incorporated at rational rates, either alone 
or with judicial usage of liming materials. 

OBJECTIVES 

An initial intent of the experiment reported in this paper was to ascertain 
whether substantial incorporations of calcium fluoride would serve as sources of 
adequate supplies of nutrient calcium. It was intended to compare equivalent 
incorporations of calcium fluoride and calcium carbonate as re^tered by plant 
growth, fluorine uptake, and soil reaction ina soil knovn to be responsive to liming. 
The experiment was planned to ascertain whether additive calcium fluoride serves 
to (a) promote growth of nonlegumes and alfalfa, (6) increase the uptake of 
fluorine and influence phosphorus content in tops and in roots, and (c) affect 
soil pH. A corollary objective was to dispel any doubt that the higher fluorine 
analyses of roots that had been collected from experimentally phosphated soils 
of previous experiments were due to fluorine uptake rather than to contamination 
from adherent solids. 


EXPERIMENTAL 

The soil cultures were duplicated in 2-gaIlon glazed pots. The experimental 
technique has been described and the facilities utilized have been illustrated (17) . 
Pulverized fluorspar and precipitated CaF 2 were the additive fluoric materials, 
and hmestone and two experimental calcium silicate slags, aU of minus 100-mesh, 
were used as controls. Each of the five materials was incorporated separately 
at the rate of 2 tons CaCos-equivalence per acre surface. The two calcium 
fluoride materials were incorporated also at the 4-ton rate. These two rates 
provided 1520-pound and 3040-pound inputs of fluorine per acre. Potasrium 
sulfate was a constant addition at the rate of 370 pounds per acre surface. The 
five materials were incorporated without phosphate and with concentrated 
superphosphate (45 per cent PsOs) that provided an 83-pound input of P 2 O 8 , 
The solid materirfs were incorporated into the upper half of soil just prior to the 
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initial seeding, but the ammonium nitrate top-dressings were made in solution. 
The upper and lower zones of soil were separated by means of a wire cloth disc, 
as shown in figure 1. This demarcation was provided so that root segments for 
analyses could be collected from a zone into which solid calcium fluoride had not 
been incorporated and thus would be deemed not contaminated with adherent 
particles of high fluorine content. The fluorine analyses of plant growth were 
made by the successive steps of incineration of Ca(OH) 2 -impregnated charges, 
steam distillation of fluoric gas from HCIO 4 solution of incinerates (12), and back 
titration of distillate by means of Th(N08)4 (7, 27). 


RESPONSES BY SUDAN GRASS AND RYE GRASS 

Sudan grass and lye grass were grown successively on Hartsells fine sandy loam. 
Response by each crop to each treatment is pictured in figures 2 and 3. Data 
of table 1 show crop growth as grains, dry weight, per pot; fluorine and P 2 O 8 
contents of the tops, aggregate fluorine removals; and soil reactions after each 
crop. Xo fluoride addition induced any observable effect upon the germination 
of the Sudan grass. That crop showed no response to the fluoride incorporations 


■■ " SoU surface 

Fluoride incorporated here 
Wire cloth disc 

Roots in this **no fluoride” zone were washed free of soil and used far aaalsnsis 

Fig. !• Diagram of Pot Culture 



that were not supplemented by superphosphate, whereas it did respond to lime- 
stone and to the experimental slags, without additions of phosphate. The 
responses of Sudan grass to the four fluoride + superpho^hate combinations 
(table 1 and fig. 2) were considerably less than the responses to the corresponding 
incorporations of limestone + superphosphate and to an experimental slag + 
superphosphate, as they were also less than the growth of 16.3 gm. per pot m the 
unpictured controls, which received superphosphate alone. Thus, in com- 
bination mcorporations with calcium as either carbonate or alicate, super- 
phosphate proved more effective than analogous combmations of superphosphate 
with calcium as fluoride. The ineffectiveness of this equivalent and potentially 
adequate supplement of calcium is probably attributable to its meager dissolv- 
ability and possibly to repressive effect upon phosphate “availability.” 

The incorporations of superphosphate tended to produce hi^er P 2 O 6 per- 
centages in the plant, was well as larger crops, and hence larger removals of 
phosphorus, which are indicative of corr^onding increases in removals of calcium. 
Althou^ uptake of calcium was not a primal objective in the present experiment, 
the crops were analyzed for content of that element and for potassium content. 
The analyses demonstrated that the uptake of calcium was in parallel with 
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uptake of phosphorus and came partly from the added fluoride. Since adequacy 
of potasdum was assured by the addition of its sulfate, the relationship of calcium 
to potassium in uptake was not deemed pertinent to the present treatise. 

The order of response by the succeeding crop of rye grass, as well as the afore- 
mentioned relationship of calcium and phosphorus uptake, was much the same 
as that noted for the Sudan grass. 


TABLE 1 


Effect of calcium fluoride incorporations upon growth and fluorine content of two successive 
nonlegumes and upon reaction of Hartsells soil 


INCOEPOXAllONS* 

DXS WEIGHT— 

PsOs 

FLUOBIME 

AGOBEOAIE 

SOXLSSAC- 

FEE POT 

CONTENT 

CONTENT 

2 CEOPS 

TtONAPTBE 





Sa- 








Fluo- 



H&terial 

CaCOi- 

F 

PiOi 

Rye 

Total 

Sudan 

Rye 

Sudan 

Rye 

Dry 

weii^t 

rine 

Sudan 

Rye 

equiv. 


gnss 

grass 

grass 

grass 

grass 

grass 

re- 

moved 

grass 

grass 


tons 

lbs. 

lbs. 

gm. 

gm. 

gm. 


per 

cent 

p,pjn. 

p,pjn. 

lhs,fA, 

lbs,fA. 

pB 

pB 

None 




7,3 

0.6 

7.8 







4.4 

4.0 

2 


0 

6.9 

1,8 

8.7 


|M 

140 

n 

2,184 

.74 

6.2 

4.7 




83 


m 

18.6 

0.30 


66 


4,644 

.49 

6.3 

4.9 

CaFa, ppt. - 

4 


0 

6.9 

1,6 

8,6 

0.23 




2,134 

.26 

4.7 

4.9 




83 

11.6 

4,6 

16.1 


0.39 




.87 

6.2 

4.9 


2 

1620 

0 

6.9 

1.6 

8.4 





2,109 

.49 

6.0 

4.7 




83 

[EE 

6.7 

16.6 

0.32 




4,142 

.63 

6.1 

4.9 

Fluorspar v 

4 


0 

7.3 

1.4 

8.7 

0.23 


140 

1,000 

2,183 

.61 

4.6 

4.6 




83 

12.2 

3.3 

16.6 

0.31 


110 

180 

3,890 

.49 

5.1 

4.8 

Exptl. slagf 

2 


0 

11.9 

2.7 

14.6 

0.27 


2 

2 

3,666 

.007 

6.0 

6.0 




83 

19.3 

7.6 

26.8 

0.38 

III 

3 

6 

6,728 

.026 

6.7 

6.6 

Exptl.slagt 

2 

112 

0 

11.7 

3.7 

16.4 

0.34 


1 

2 

3,866 


6.4 

6.6 




83 

18.1 

9.6 

27.6 

0.39 

III 

2 

6 

6,928 



7.1 

limestone 

2 


0 

Mi 

B 

jffiil 

0.26 


8 

3 




6.6 




83 

19,0 

6.2 

24.2 

0.33 


6 

3 


B1 

6.8 

6.7 


* The calcic materials were added at the specified rates per acre surface and were in- 
corporated into the upper half of soil. 

t Simulative of Wilson Dam slag, minus fluorine. 
t Simulative of Wilson Dam slag, with inclusion of CaFs. 

The cultures do not afford an absolute explanation as to why neither crop 
registered significant response to the calcium fluoride materials when the two 
forms were used alone. But, since there was no visual indication of deleterius 
effect to the germination of sucessive seedings-— Sudan grass, rye grass, and al- 
faffa— calcium fluoride hardly could have developed a salt concentration specif- 
ically toxic to dther of the crops. Apparently, the dissolvability of the fluoric 
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materials was not sufficient to pro^ude an adequate supply of nutrient calcium and 
concomitant concentration of fluorine ions was not enough to induce fluoric 
toxicity. Apparently, also, the fluorides did not supply solute calcium in keeping 
with the PO 4 enrichment afforded by the incoiporations of ^superphosphate. 
Nevertheless, since 1 part of calcium fluoride weight can induce the transition 
of 12 parts of tricalcium phosphate to fluorphosphate in mixtures outside the soil 


CALCIUM FLUORIDE 


FLUORSPAR 





■ K 

JSKhTIi 

_ «• ^ ;■ I 

EXPERIMENTAL 

DEVOID OF C4F1 

SLAGS 

CONTAINED CaFx 

LIMESTONE 








Al 


i f \ A""' I * j » 

Fig. 2. ComP'(lr4ti\e Effect of Ikcorpora-tioxs of Precipitated Calcilm Flloride, 
Fluorspar, Slags, axd Limestone on Ctromth of Sldan Gras^' 


( 11 , 13, 14), the added fluoride may have exerted some adverse effect upon the 
efficacy of the added phosphate, dming the growth of the Sudan gi*ass in partic- 
ular. 

The fluorine analyses are expressed in terms of concentration in the dry plant 
and as aggregate removals of the element per acre. Incorporated alone, the 
fluoric materials brought about considerable increase in the concentration of 
fluorine in the Sudan grass, and still greater increases in the lye grass. It appears 
that both crops fed upon the 1520-pound and 3040-poimd inputs of calcium 
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that \tere canied by the fluoride incorporations, although the plants may have 
fed alfeO upon calcium supplied through replacement by the K of the liberal 
incorporation of KoSOi. The substantially higher concentrations of fluorine 
shown lor the lye grass may be attributable to growth in soils that had become 
enriched in solute fluoiides diuing the grow th and the root decay of the preceding 
crop, 01 togieatei inherent capacity" of lye grass to assimilate fluoric compounds. 
The latter explanation seems the moie probable, howrever, because of the relatively 

CALCIUM FLUORtPE FLUORSPAR 

2 TONS 4 TONS 2 TONS 4 TONS 

NO PaOj NO PjOj NO PjOj NO PaOj 

PjOj ADDED PjOs ADDED PgOs ADDED PjOj ADDED 



EXPERIMENTAL SLAGS LIMESTONE 

DEVOID OF CaFg, CONTAINED CaFg 

NO PjOj NO PjOj NO Pa Os 

PaO, ADDED PaOs ADDED P^Os ADDED 


^ ij[^‘ m ^ 

Fig 3 CoMP\E\inE Effect of I\roHPoR\TiONb op Precipitated Calcium Fluoride, 
Fiior^par, Slag-^ a\u Limestone on Growth of Rye Grass 

low’ concentration of fluorides that appeared in the succeeding alfalfa crop (table 
2 ) . Although the analyses register no consistent effect of additive superphosphate 
upon the concentration ol fluorine that the Sudan grass derived from added 
calcium fluoride, they do &how a decided decrease in the concentration of fluorine 
in the rye gra«*s from the cultm'es into w’hich both calcium fluoride and super- 
phosphate had been incorparated. 

Elevations in pH were noted after the first and second crops in the 16 cultures 
wherein a fluoric material had been incorporated, but such elevations were less 
than those induced by the CaCOj-equivalent incoi-porations of either limestone 
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or experimental slag. Thus, a significant change in soil pH may be induced by 
a substantial input of a relatively insoluble salt, although the bulk of the additive 
material re m ai n s unchanged and hence effects no appreciable build-up of base 
within the soil complex and does not serve adequately as a nutrient carrier. 


TABLE 2 

Effect of calcium fluoride incorporations upon growth and fluorine content of alfalfa following 
two nonlegumes and upon soil reaction 


Material 

niCOSPOKATlONS* 

Initial 

For alfalfa 


PtOi 

CQtnXNT 

KLUOXIHS 

CONTSNT 

DKY 

WEIGHT 

07 

caop 

mro- 

SIKE 

EE- 

ICOVED 

SOIL 

BBAiCXIOH 

AEIEE 

AXEAEEA 


F 

PsOi 

II 

P»0i 

Tops 

Roots 

Tops 

Roots 



tons 

lls. 

m. 

tons 

Ihs. 

ffn- 

cent 

per 

cent 


p.pM. 


lbs./A, 

ps 

None 







nil 







3.9 


2 

1520 

0 

0 

0 

nil 


m 





4.4 





0 

2 

0 

3.6 

0.41 

mu 

12 


879 

.010 

6.6 

CaFit 

















2 

1520 

83 

0 

83 

0.9 

0.44 

.... 

6 

.... 

1^ 

.001 

4.7 





83 

2 

83 

13.2 

0.53 

0.41 

9 

70 


.030 

7.0 



4 

3040 

0 


0 

nO 







4.6 





0 

2 

0 

4.7 

0.40 



• • • » 

1,180 

.012 

6.7 

CaFst 

1 








■ 








4 

3040 

83 

0 

83 

2,0 

0.44 


38 

...» 

502 

.019 

4.8 





83 

2 

83 

13.8 

0.65 

0.41 

12 

70 

3,464 

.042 

6.9 

Exptl. slag§ 

2 

0 

0 

0 

0 

4.6 

0.89 

m 

4 


1,130 

.005 

6.2 





83 

0 

83 

1 

10.4 

0.46 


8 

15 

2,610 

.021 

6.3 

Exptl. slagll 

2 

112 

0 

H 

0 

6.7 

0.37 

m 

7 


1,431 

.010 

6.7 





83 

il 

83 

10.8 

0.46 


8 

18 

2,m 

.022 

6.5 

Limestone 


2 

0 

0 

H 

0 

3.3 

0.38 


6 



.004 

6.4 





83 

0 

83 

10.8 

0.60 

0.33 

6 

20 

2,711 

.016 

6.6 


* The calcic materials were added at the specified rates per acre surface and were in- 
corporated into the upper half of soil. 

t All of the second liming additions were as limestone at the 2-ton rate, 
i Mixture of the precipitated calcium fiuoride and fluorspar cultures, 
i Simulative of Wilson Dam slag, minus fluorine. 

II Simulative of Wilson Dam slag, with inclusion of CaFt. 

ALFALFA 

PreparoMon of cultures 

Since the two nonlegumes apparently could not derive sufficient nutrient 
caldtmx from the fluoride incorporations, it seemed certain that alfalfa would 
require additive calcium beyond that carried by those incorporations. The 
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experimental distinction between the two types of calcium fluoride was termi- 
nated, therefore, after the two nonleguminous crops of table 1 had been harvested, 
and the soils were processed prefatory to the seeding of alfalfa. Those cultures 
that had received a 2-ton incorporation of fluorspar alone were combined with 
those that had received a like incorporation of precipitated fluoride, and those 
that had received a corresponding input of calcium fluoride material and super- 
pho^hate were likewise combined. Those cultures that had received the 4-ton 
inputs of the two types of calcium fluoride alone and with superphosphate were 
combined in like manner. The four resultant composites afiorded culture pairs 
that had received CaF2 at the 2-ton CaCOa-equivalent rate (a) without P2O5, and 
(b) with an initial 83-pound input of P2O6, and also culture pairs that had received 
CaF2 at 4-ton CaCOrequivalent rate, (c) without P205, and (d) with the initial 
83-pound input of P2O5. Second incorporations of superphosphate then were 
made to the composites (&) and (d), and each of the four soil composites was 
divided equally into four pots. Two pots of each quartette were continued as 
representative of fluoride additions without a liming material, whereas the 
other two pots were limestoned at the rate of 2 tone of CaCOa per acre surface, the 
limestone incorporations being into the upper half of soil. 

Response and uptake 

The crops of alfalfa, expressed as grams dry wdight per pot, are recorded in 
table 2, along with the several values for P2O6 content, fluorine content and 
rpmovals, and terminal pH values. The responses are pictures by single pots in 
figure 4. 

Alfalfa failed to grow on either the untreated soil or in those soils into which 
calcium fluoride had been incorporated aUme at the 2-ton and 4-ton rates. The 
fluoride incorporations had exerted no visibly detrimental effect upon germination, 
but the seedlings did not devdop into mature plants. Alfalfa did respond to 
sole incorporations of limestone, however, and to like incorporations of experi- 
mental calcium silicate slags. Moreover, alfalfa gave little response to the 
repetitive additions of superphosphate on those soils to which the 2-ton and 4-ton 
fluoride incorporations had been made before the growth of the preceding crops of 
Sudan grass and rye grass. The superphosphate proved decidedly beneficial, 
however, when supplemented by calcium in available form, the limestone + phos- 
phate and slag + phosphate combinations having brought responses double those 
induced by the liming materials alone. Since no growth of alfalfa occurred in the 
cultures that received calcium fluoride alone at the 4-ton CaCOj-equivalent rate, 
the small response of that crop to the joint incorporation of fluoride and super- 
phosphate might be attributed to the calcirun of the superphosphate, or to 
retardative effect of the superphosphate upon the “availability” of the calcium of 
the fluoride. Hence, again it appears that the fluoride failed to supply plant 
growth with adequate nutrient calcium. 

The alfalfa responded alike to limestone and to the experimental riags, when 
these were incorporated sin^y, and also when incorporated jointly with super- 
phosphate. Since the best response by alfalfa came from the combination of 



EFFECT OF CALCIOI FLUORIDE IN SOIL 


203 


limebtone and the second addition of superphosphate that was sequential to the 
2-ton and 4-ton incorporations of fluoride before the crop of Sudan grass, it appears 
that the limestone calcium altered any repressive tendency the additive fluoride 
may have exerted upon the preceding crops in their utilization of the incorporated 
phosphate. 

In the absence of a crop of alfalfa on the untreated boil, the crops from the 
soils that had been either slagged or limestoned were deemed controls as to 
fluorine content. The only probably significant increase in the fluorine content 
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Fig. 4. Comp.^ilvtive Effect of Inxorporations of Precipitated Calcium Fluoride, 
Fluorspar, Slags, and Limestone on Growth of Alfalfa 




of the tops was the one found for the 4-ton addition of CaFo that had been sup- 
plemented with two incorporations of superphosphate. 

The fractions of the alfalfa roots that were segregated in the demarcated zone 
of the unslagged and limestoned cultures were not adequate for replicated 
analyses for fluorine content. This was true also of the root growth in those 
cultures that received either limestone or slag Trithout superphosphate. In each 
of the five cases where zonal root growth was such as to provide adequate 
anaMical charges, fluorine concentration in the roots was beyond that found for 
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the corresponding above-gi*ound gro\si:h. This finding is deemed conclusive, since 
the zonal sampling of the roots serv^ed to minimize the possibility of their mechani- 
cal contamination. The maximal concentration of 70 p.p.m. of fluorine in the 
ahalfa roots Avas found in those from the cultures that had received superphos- 
phate and a fluoride material initially and had been rephosphated and limestoned 
prefatory' to the seeding of alfalfa. Such concentration is several times that 
found for the ahalfa roots from the two phosphatings with either of the three 
liming materials and indicates that the enrichment came from the two fluoric 
materials. 

Adequate analytical charges for determination of P2O5 in both tops and roots 
w’ere available in five of the seven pairings in table 2. In two of these pairings, 
the initial inputs of calcium fluoride and superphosphate had been followed by 
a second phosphating, with and without limestone, prior to the seeding to ahalfa. 
In the other three pairings, additions of either slag or limestone had been made 
initially, with or without superphosphate. The crops on the soils that had 
received calcium fluoride and a second input of supei*phosphate along with 
limestone were larger and were higher in PoOs content than the crops grown on 
the soils that had received identical fluoride and phosphate additions without the 
limestone supplement that wns made to assure growth of the alfalfa. In everj" 
instance, the percentage of phosphorus in the top growth exceeded that in the 
roots, and superphosphate increased both growth and P2O5 percentage in the 
three control pairings that w^ere either limestoned or slagged. 

The incorporated calcium fluoride continued to effect small, and probably 
significant, rises in pH. Further and substantial elevations in pH values were 
induced by the limestone incorporations in each of the four upper pairings of 
table 2. The three control pairings for the alfalfa cultures continued to show a 
distinct rise in pH from everj" incorporation of either slag or limestone, in 
consonance with the earlier effects shown for the corresponding pairings of Sudan 
grass and rye grass in table 1. 

OBSERVATIONS AND CONCLUSIONS 

Incorporated alone at the rates of 2 and 4 tons of CaCOs-equivalence, calcium 
fluoride exerted no \dtoible toxic effect upon the germination of Sudan grass, r^^e 
gmss, or alfalfa, and caused no obseiwable repression upon sequential seedling 
growth. Xo increase in crop growth was induced by any sole addition of calcium 
as fluoride, although appreciable gi'owth increases w’ere induced hy the separate 
incorporations of calcium silicate and limestone. 

Although the 2-ton and 4-ton inputs of calcium fluoride underwent hydrolj^s 
to the extent of causing a significant elevation in pH, they apparently did not 
pro\tde nutrient calcium sufficient to induce any increase in any of the three 
crops that w'ere growm successively on the soil know to be responsive to liming. 
When incoiporated alone in soil of low^' content of either active alumina or additive 
phosphates, calcium fluoride probably continues chiefly as such during the period 
of dissolution and outgo and probably exerts no great effect upon biochemical 
actmties. 
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Since the experimental setup did not admit of the separation of the roots of the 
first two crops — Sudan grass and rye grass — ^their tops alone were available for 
fluorine analysis. Substantial uptaie from the fluoride additions was registered 
by the increases in the fluorine content of Sudan grass and still more so by the 
fluorine present in the rye grass. The added fluoride also enhanced the fluorine 
content of the alfalfa roots. 

The laj^est removal of fluorine was that equivalent to one of 0.87 pound from 
the 4-ton input of calcium fluoride and was accounted for jointly by the analyses 
of Sudan grass and rye grass in table 1. That fluorine removal represents only 
0.057 per cent of the smaller input of 1,520 pounds of fluorine. Since virtually 
all the fluorine was residual in the unleached pots and yet caused no observable 
injury to ge rm i na tion and no visible toxic effect upon sequential plant growth, 
it seems logical to conclude that germination, crop nutrition, and feeding value 
would not be affected adversely by the 5- or lO-poimd increments of fluorine 
carried by rational incorporations of fertilizers. 

There might be a question whether lack of response to the joint incorporation 
of phosphate and fluoride and to a repetitive addition of phosphate without 
limestone is explainable as an inadequacy of nutrient calcium rather than a 
diminution in phosphate availability. But, since substantial increases in growth 
did result after the initial joint incorporation of fluoride and superphosphate had 
been supplemented by limestone, inadequacy of nutrient calcium is deemed the 
more plausible explanation. 

In each of four pairs in table 1, fluorine concentration was higher in the rye 
grass grown on the soils that received fluoride without phosphate. This may be 
attributed singly or jointly to the several factors — smaller crops, cumulative 
dissolution of Ihe added fluorides, or specific capacity for the utilization of calcium 
fluoride. The diminution in the occurrence of fluorine in the rye grass of the four 
companion units that received both fluorine and superphosphate initially may 
be due to the fact that the crop was growing on soil wherein solute flouride had 
increased after the additive phosphate had exerted its capacity to react with that 
solute in the formation of calcium fluorpho^hate. 

CONCLUSIONS 

The findings point to several conclusions. Additive calcium fluoride was 
without observable detrimental effect upon germination or upon sequential seed- 
lings; did not promote plant growth; was not adequate as a source of nutrient 
calcium; and was of nugatory value as a liming material. Incorporated alone at 
heavy rates, calcium fluoride increased materially the flourine concentration in 
the tops of two nonlegumes, whereas amultaneoudy incorporated supplements 
of superphosphate induced a decided diminution in the fluorine content of rye 
grass. Alfalfa growth was induced by the calcium from the 2-ton incorporations 
of limestone, and of slag, whereas such growth was not induced by the Ca supplied 
by the equivalent inputs of fluoride. 

The fluoride caused some percentage increase of fluorine in the tops of alfalfa, 
the roots of which showed fluorine enrichment beyond that found for its tops, 
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whereas the tops had a higher content of P2O6. It is believed that probable input 
of fertilizer-component calcium fluoride would not exert any harmful effect upon 
plant growth and composition. Although the present experimental findings 
demonstrate absence of detrimental effect from incorporations of calcium fluoride 
equivalent to rational limings, the findings do not warrant the conclusion that the 
fluorides carried by incorporations of phosphatic fertilizers are of no benefit in 
the soil system. 
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In recent years the use of ion exchange materials in research and industry has 
increased continually. Their use to remove either cations or anions from solu- 
tions, particularly for water softening and for solution purification, is an ac- 
cepted procedure. Soil chemists have long recognized that many chemical and 
physical properties of soils are directly related to their exchange properties. 
Thus the prevention of the loss of plant nutrients by leaching is largdy controlled 
by the exchange properties of the soil. The so-called available plant nutrients, 
especially the cations, are those held on the exchange surface of the soil colloid 
and released through exchange phenomena to the root surface or soil solution. 
Though the existence of base-exchange phenomena and their eflFects on a given 
system have been demonstrated, the actual dynamics of exchange adsorption 
are not well imderstood. Investigators are not agreed as to whether exchange 
reactions follow the law of mass action, laws of adsorption, or the Donnan equi- 
librium. It was, therefore, the purpose of this investigation to study some of the 
factors, such as concentration, ratio of ions, and exchange materials, which might 
affect base-exchange reactions. 

LITEBATUBB BEVIEW 

The ionic exchange phenomenon was first observed by Way (27) in 1850 when he passed 
a solution of potassium chloride through a bed of soil and found that a quantity of sodium 
and calcium, equal to the quantity of potassium adsorbed, was released from the soil. 
Since that time many colloidal systems like proteins, soap, hydrous oxides, aluminosili- 
cates, and resins have been found to exhibit the phenomenon of ion exchange. 

The earliest students of ionic exchange attempted to apply established adsorption equa- 
tions like that of Freundlich or Langmuir to exchange data. These attempts were not too 
successful. In 1913 Gans (6) applied the law of mass action to exchange adsorption and 
derived the following equation: 


(m*n — X)ig — X) 

where K « equilibrium constant, n = total amount of exchangeable bases in the exchange 
complex, m = exchange complex in grama, g » total amount of salt in solution, and X « 
amount adsorbed. The mass action law was again applied by Rothmund and Komfeld 

(22) in 1918. The relation f ~ ) =» K was suggested, in which Ci and C* 

\Ci/a6Ud \Ci /lolation 

are the concentrations of ions 1 and 2. 

Wiegner and Jenny (29) then suggested the relationship involving amounts of ion present, 


1 Contribution from the department of agronomy, Agricultural Experiment Station 
University of Illinois. Published with approval of the director, 

* First assistant and chief, respectively, soil survey analysis. 
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thussr 




amount of exchange per gram soKd, K ~ constant, c » 


centration (equivalents) of added ion after equilibrium, a = concentration (equivalents) 
of added ion before equilibrium, p = constant less than one. Later Vageler (24, 25) sug- 

08 

gested an equation similar in form to Langmuir^s adsorption isotherm : y * ZZTZ » where y — 

O "t” c 

amount adsorbed per gram adsorbing substance, a « amount of salt (equivalents) added 
per gram of adsorbing substance, s » maximum exchange capacity of solid, c = constant 
but represents the concentration of a at which 50 per cent of a is exchanged. 

The equation suggested by Kerr (15) is identical with the one suggested by Gans (6). 
In 1932 Vanselow (26) attempted to apply the law of mass action to base-exchange equi- 
libriums. Working with dilute solutions he found the law of mass action applicable to some 
systems and suggested hysteresis as being responsible for its failure in others. 

Jenny (11) suggested an equation which is not empirical in nature and which is sup- 
posedly not based on the law of mass action. Using simple kinetic theories and the Poisson 
series, he arrives at the following equations: 


+(« + jy) ± Vis 4- - 48N(1 - V„/Vt) 

2(1 - F«/F») 


where W « number of cations adsorbed or released at equilibrium of species ta, iV » amount 
of electrolyte added initially (number of ions), 8 — saturation capacity of exchanger, 7* « 
oscillation volume of ions of t 3 rpe to, Uj »= oscillation volume of ions of type b. 

Jenny’s equation may, however, be derived on the basis of mass action. If an exchange 
reaction is illustrated by the following equation, KX 4- NaCl NaZ -f KCl, where X « 
colloid, then, since only two ions are involved, W ions of potassium wHl have been released 
and W ions of sodium clay formed at equilibrium. Written in mass action form, the equa- 
tion becomes 

X ^ or IF - +(« + jy) ± V(8 +m* - 48N(1 - 1/E) 

Of -W)(a-W) 2(1 - 1/Z) 

then 1/K »» Vv/Vb , and K =» or stated in another way, the ratio of the oscillation 

volume, for the reacting ions, expressed in Jenny’s equation is an expression of the mass 
action equilibrium constant for the reaction involved. 

Gieseking and Jenny (7) , studying the behavior of monovalent and polyvalent cations in 
base-exchange reactions with Putman clay, concluded that althou^ the behavior of the 
ions is irregular, it appeared that the electric charge and the size of the ions were the two 
major factors which determine the position of an ion in adsorption and release. For clays 
saturated with monovalent and polyvalent cations the adsorption of monovalent cations 
yields the lyotropic series, namely Li§K<NH 4 <Rb<Cs<H. Unlike the monovalent 
cations, the ^valent cations formed a different series, depending upon the ion on the colloid. 
Thus lOTi-clay gave the series Mg|Ca<Sr<Ba; H-clay gave the series Mg<Ba<Ca<Sr; 
and Ca-clay gave the series hlg<Ca<Ba. Later Gieseking (8) worked with larger com- 
plexions like piperidine, brucine, aniline, and methylene blue and found that these larger 
cations were veiy strongly adsorbed. He also found that once these larger ions were ad- 
sorbed they were not replaced by small ions like hydrogen but were replaced by ions of 
approximately the same size. 

Jenny and Overstreet (12, 13), in a study of contact exchange between the plant root- 
hairs and clay particles, found that ions were apparently able to diffuse or migrate along the 
colloid sarfaee and to move from one particle to another when the particles were in contact 
with each other. Using radioactive sodium they found that more sodium was adsorbed 
by barley roots from a Na-clay than from a solution containing an equal amount of sodium 
as mther the chloride or the bicarbonate. 
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Clarens and Lacroix (4’) studied the displacement of calcium by potassium. They repre- 
sent the calcium clay as clay-Cai , Ca^ , Cat > • • • Can , the index markiiig the order of dis- 
placement. On this basis they postulated the following formula for replacement: 

dYIdX = K(A — F), which integrated gives log (A — F) =» — ZX -1- 0 
where A = base-exchange capacity, F = Ca replaced, X *= potassium added, and C and K 

constants. 

Ivanov and Gapon (10) consider ion exchange to be dependent upon the dilution of the 
solution used . Their theory , based on exchange between silicates and electrolyte solutions 
suggests that the amount of adsorbed cations is independent of the dilution of the equi- 
librium solution if the exchange ions have the same valence. If the ions are of different 
valences, dilution of the equilibrium solution increases the adsorption of the ion of greater 
valence. On this basis they formulate the following exchange equation: 

log 

where Si is the adsorbed ion, Ai and At are ion activities, and A"i and Ni are the valences. 

Walton (28) made a rather complete study of the held of ion exchange, and in his dis- 
cussion he said, “In the experience of the writer, the equation of Rothmund and Komfeld 
is as generally satisfactory as any in expressing ion exchange distribution/* In applying 
the equation of Rothmund and Komfeld to large numbers of published exchange data, Wal- 
ton found that the hi^er the atomic weight of the ion, the more firmly it is held by the ex- 
changer; and in general he established the lyotropic series for the cations. He found that 
for a constant concentration the monovalent ions, with the exception of hydrogen, are held 
less tightly than the divalent ions, and the divsdent cations less tightly than the trivalent 
ions. With respect to the ratio of ions Walton found that in exchange between ions of 
equal valence, the ratio of the concentration of the ions in the exchanger depends only on 
the ratio of their respective concentrations in solution, not on the total concentration of 
the solution. In exchanges between ions of different valence the proportion of the ion of 
higher vcdence in the exchanger is greater, the more dilute the solution. 

In all the work reviewed so far, the investigators have limited themselves to systems of 
two ions. The equations established have been restricted to systexns of two ions and, there- 
fore, have had only limited application in the practical field. The first attempt to formu- 
late a working base-exchange equation for systems of more than two ions is found in the 
work of Bray (3). In formulating his equation, Bray said: “It can be assumed that the 
ratio of a given cation to the total cations released when a small amount of electrolyte is 
added, is proportional to (f ) the relative amount present in the exchangeable form and (f) 
the relative ease of release.*’ He expresses this mathematically as follows: 

K « 

Kfk “h C/Bjfca + Mgfinflr -f- 

where Kp » ratio of potassium released to the total cations released from the colloid, where 
the release is small compared to the cation-exchange capacity; K, Ca, Mg, H, are the ex- 
changeable cations; and/t ,/ea ,fmg ,/fc , are constants for “relative** ease of release for the 
respective cations. With this as a 'working basis, Bray developed six equations by which 
it is possible to calculate the equilibrium of any system of mixed ions. Any calculation 
requires the use of three equations which fit the proper conditions. As a result of the reac- 
tions represented by his equations, Bray (3) set up the following seven rules which express 
the relationship governing exchange competition: 

1. Where a cation of a hi^er f (ease of release) value is replaced from the colloid by one 
with a lower / value, the proportionate release of the olher ions present on the colloid 
will be increased. 

2. Where a cation of a lower / value is replaced by one with a hi^er / value, the propor- 
tionate release of the other cations present on the colloid will be decreased. 
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3. The hi^er the average/ value for the cations on the colloid as a whole, the greater the 
buffering ability, i.e., the greater is the adsorption of an added cation. 

4. Substituting a cation of a higher / value for one with a lower/ value in the electrolyte 
increases the adsorption of the accompanying electrolyte cations. 

6. Substituting a cation of a lower/ value for one with a higher / value in the electrolyte 
decreases the adsorption of the accompanying electrolyte cations. 

6. The higher the average / value for the electrolyte added, the less is its replacing abil- 
ity. 

7. The smaller the amount of electrolyte added, the greater is the relative influence of the 
^‘ease of release” or / value on the amount of a given cation released. 

Magistad, Fireman, and ilabry (16) in a comparison of base-exchange equations found 
that the equations of Kerr, Vanselow, and Gapon, which are all based on the mass action 
principle, were more satisfactory than equations based on adsorption theories. Davis 
(6), however, found that the Donnan equilibrium more nearly expressed the base-exchange 
equilibrium reaction than did either mass action equations or the adsorption type of equa- 
tions. The diversity of findings and views in the foregoing review is evidence of the uncer- 
tainty of present knowledge of the dynamics if not the mechanism of the cation-exchange 
process. 


MATERIALS AND METHODS 

The exchange materials used in this study are natural silicates and synthetic 
exchangers. The soil samples are a part of a former soil study. Soil 14037 is 
the B horizon of Hartsburg silt loam, composed largely of illite-beideUite clay 
minerals with a base-exchange capacity of 28 m.e. Soil 16617 is the B horizon 
of Cisne silt loam, composed largely of montmorillonite-beidellite clay minerals 
with a base-exchange capacity of 26 m.e. The Kentucky ball clay is a sample 
of kaolin from Graves County, Kentucky, with an exchange capadty of 15 m.e. 
per 100 gm. The Pennsylvanian shale is a sample of the underclay from Menard 
County, Illinois, with an exchange capacity of 9.8 m.e. per 100 gm.; it is almost 
pure iilite. Amberlite IR-1, Permutit, and Zeo-Karb are the standard com- 
mercial products furnished under those names. 

The analytical methods used are standard methods in common use (2). The 
soils are leached with neutral ammonium acetate, washed with alcohol, then 
leached with acid, and the ammonia released is determined. The acetate leach- 
ate is then taken to dryness, ignited, the residue dissolved in excess of standard 
HCl and back-titrated for total exchangeable bases. For exchangeable calcium 
and magnesium the latter solution is taken to dryness, and silica and sesqui- 
oxides are removed. Ca is precipitated as oxalate and titrated either with 
KMnOi or with hexa nitrate ammonium cerate, nitro-orthophenanthroline being 
used as indicator. ^lagnesium is determined in the Ca filtrate gravimetrically 
either as Mg* P2O7 or Mg{C9HftNO)2. Potassium is determined volumetrically 
by titration of the potassium sodium cobaltinitrite precipitate, proper precau- 
tions being used as to temperature and both a standard K solution and a blank 
being carried along with each set. 

The term ‘‘symmetry value’’ as used here expresses the condition m which 
the number of milliequivalents of exchangeable cations on the colloid is equal 
to the total milliequivalents of salt in solution. 
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EXPEEIMENTAL 

Equilibrium systems 

For the natural silicates, 5 gm. of the calcium-saturated material was shaken 
with one symmetry of salt in 50 ml. of water. For the hi^er exchange materials 
2-gm. samples were used. The equihbrium period was 48 hours, the equilibrium 
mixture being shaken on a mechanical shaker i hour every 12 hours. The tem- 
perature varied from 22® to 25® C. After equilibrium was reached, the mate- 
rials were allowed to settle and the supernatant liquid was decanted and filtered. 
The calcium released to the solution was determined on an aliquot of the filtrate. 
In all cases the chloride anion was used. Redistilled water was used to make up 
all the solutions. 

The first object was to determine the relative accuracy of the published / 
values of Bray. It was decided that this would best be accomplish^ by using 
calcium-saturated exchange material and adding one symmetry of a ringle 


TABLE 1 

Percentage of adsorbed calcium released from a calcitm^saturated material on addition of one 
symmetry of saU^ and the calculated f values for various ions 



Naa 

XCl 

Mgds 

HCl 


Ca 

released 

/ 

Ca 

released 

/ 

Ca 

released 

/ 

Ca 

released 

/ 

Soil 14037 electrodialyzed 

per cetU 

15.7 

5.4 

per cent 

33.7 

2.0 

percent 

44.8 

1.2 


0.42 

Soil 16617 electrodialyzed 

15.2 

5.6 

36.6 

1.7 

46.6 

1.1 


0.41 

Kentucky ball clay electrodialyzed. . 

14.4 

5.9 

36.5 

1.7 

45.0 

1.2 

68.9 

0.45 

Pennsylvanian shale electrodialyzed 

15.9 

5.2 

36.8 

1.7 

47.0 

1.1 

71.5 

0.40 

Amberlite IB-1 electrodialyzed 

15.9 

5.2 

23.3 

3.3 

40.4 

1.5 

48.5 



salt, thus allowing for the free competition of the two ions on the colloid. The 
f value woidd then be calculated by dividing the percentage saturation of cal- 
cium by the percentage saturation of the complementary ion. The results are 
given in table 1. In general, the / values obtained are slightly lower than those 
obtained by Bray — 2.2, 1.6, 1.0, and 0.35 for K, Mg, Ca, and H respectively — 
but they are in excellent agreement among themselves. It is particularly in- 
teresting to note that the two soils and the natural silicates are in almost perfect 
agreement, whereas Amberlite, a synthetic resin, has a different set off values. 

The next point considered was the effect of dilution of the equilibrium solution 
on the final distribution of the ions on the exchange surface. A system of ions 
of equal valence was first investigated. Table 2 gives the results when one sym- 
metry of salt was added in 50 ml. and in 2,000 ml. of water. A slight change was 
observed in the proportion of the cations adsorbed by the colloid for both the 
monovalent and the divalent systems. As a solution of ions of the same valence 
was made more concentrated, the ion with the lower f value increased on the 
colloid. S 3 rstems of ions of different valences — Ca-K, NH 4 -Ca, and K-Mg — 
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were next investigated. As shown in table 3 for the Ca-K system, which was 
chosen to illustrate the trend, the ion of lower valence decreased on the colloid 
as the solution was made more dilute. 

The ratio at which ions accumulate on the surface of an exchange material 
depends on three Tnain factors; namely, (a) the concentration of the solution, 
Qf) the nature of the exchange material, and (c) the nature of the ions competing 
for the exchange surface. The effect of the soluble anion may be a factor, in- 
asmuch as it may influence one cation more than another if the solution is very 
concentrated. If the two cations associated with the anion have approximately 
the same solubility, the anion effect should be small. 


TABLE 2 

Distribution of the cations on soil 16617 as affected by the dilution of a solution of ions of the 

same valence 



Ca-Hg SYSTEM 

X-Na SYSTEM 

▼OLXnCB 

Distribution on coUoid 

Distribution on colloid 


Ca 

Mg 

Mg/Ca 

K 

Na 

K/Na 

fia. 


m.e,/100 



m.eM00 


50 


13.5 


18.6 

8.0 

2.3 

2,000 


1 14.0 


18.7 

7.5 

2.6 


TABLE 3 

Distribution of the caiions on soil 16617 as affected by the concentration of a solution of cations 

of different valences 

I CS-E STSTBIC 


Distribution on the coUoid 



c j 

X 

K/Ca 

ml. 


m.e,/100 


50 


9.1 

0.59 

2,000 


5.2 

0.30 


The / value of Bray and the ‘‘oscillation volume” of Jenny attempt to show 
the relative ease of release or tightness of retention with which cations are 
held on the exchange surface. Thus an ion having a high/ value or a large “os- 
cillation volume” will be more easily replaced than an ion with a small / value or 
a small “oscillation volume.” The / value is based on the condition that the 
displacing solution is dilute and also on the condition that the total amount of 
ions released from a colloid by a displacing solution is Rmall in proportion to the 
total amount of these ions hdid on the colloid. Let us assume t^t we have a 
colloid containing 0.1 m.e. of K and 9.9 m.e. of Ca and that enoi^ 0.05 N HCl 
is added to displace 1 m.e. of total bases. Under this condition the release is 
small compared to the total bases present, and the ratio of the two cations re- 
leased will be determined by the ease of rdease of the individual cations and the 
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amount of each present. Xow assume that conditions are changed so that 
enough HCl is added to displace 9.9 m.e. of total bases. Under this condition 
virtually all of the bases are released so that the composition of the base mixture 
released is not governed by the relative ease of release of the Ca and K but by 
the amount of these cations present on the colloid. That is, practically 100 
per cent of both cations is released and therefore the observed/ values of both 
Ca and K would be unity. For the latter condition two views may be taken: 
(a) that the / values change as one goes from a small amount of release to com- 
plete release and therefore approach 1 for all ions, or (6) that free competition 
does not exist under this condition but that it exists only when the amount of 
any one cation in the equilibrium system is not sufficient to dominate com- 
pletely the exchange surface of the colloid. 

The data in table 1 have shown the general nature of the cations competing 
for a position on the exchange surface of a natural silicate when in a chloride 
solution. These values were obtained in a closed ^stem, that is, all of the 
cations in the system were capable of exerting their composite force on the final 
equilibrium. Here, then, are the basic components for establiddng an equilib- 
rium exchange equation for any number of cations; namely, (a) the relative ease 
with which a cation is held or released, (6) the effect of mass or amount of the 
cation present, and (c) the knowledge that we are working with a closed system 
and must, therefore, consider the total of all of the ions that make up the sys- 
tem. Expressed mathematically this would give: 

where Ao = milliequivaleDts of ion A in solution after equilibrium; A, B,C,N = 
total milliequivalents of each of these cations in the system; /», /» = the 

respective f values for the ions A,B,C,-", N. Or, if it is dearable to express 
the distribution of the ions on the colloid, the equation takes the same form ex- 
cept that the reciprocal of the/ value is used, that is, the ease of retention of the 
cation. 

“ {ai/u + B-\/h + c-v/. + — + iv.i/f„) ^ 

where Ai is the milliequivalents of cation A on the collcnd. This simple equi- 
librium equation has been applied to a larger number of published exchange 
data of various workers and was found to hold over a wide range of soils and 
concentrations. This equation may also be derived mathematically by combin- 
ing two equations su^ested by Bray (3); namdy, his equation for total release 
(equation 13) and his equation for sin^e ion release (equation 1). 

LeatMng sytiems 

For the leaching studies where four cations were used in the leaching solution, 
10-gm. samples of the natural dlicates were leached under suction -vrith 1,500 
ml. of solution (10,000 ml. were used for the 0.005 N solution). Smaller samples 
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of the higher exchange materials were used. After leaching, the ixiaterials were 
washed with neutral methyl alcohol, then leached with neutral normal ammo- 
nium acetate, the latter leachate was evaporated, ignited, and the total bases 
as well as each of the individual bases were directly determined. Hydrogen 
was determined by difference between the total bases and the exchange capacity 
of the colloid. In all cases the colloid was saturated with ammonium before the 
initial leaching with the cation mixture. For all two-cation leaching systems 
only the total bases and one cation were determined. The second cation was 
detemoined by difference. Except for the study of the effect of the anion on the 
cation distribution on the colloid, the chloride anion was used in all leaching 
solutions. 

It was seen from the equilibrium studies that cations differ significantly in 
their ease of release or retention. It would therefore be expected that if an ex- 
change material were leached with a dilute solution of cations in equal ratios, 
the final distribution of these ions on the colloid would be in an inverse relatioi- 


TABLE 4 

Distribution of the cations on various exchange materials as affected by the 
concentration of a four-ion leaching solution 



SOIL 14037 

SOIL 16617 

FBHMSSLVAIOAN SHALE 

nomiccv BALL CLAY 

AMBESms 


BBIWI 

RSI 


HS 


EES 

RSI 

Bll 


R9I 


HI 


l!tWI 


1.0 

BBT 

0.25 


N 

IT 

N 


N 

N 

N 

N 

N 

N 

N 

N 

N 

N 

N 

N 

N 

N 


mx.* 

VtjS. 

m,a. 

tihe* 


M.S. 

«.«. 

mjt. 

mjf. 

m.e. 



mj6. 


in,e. 

tM, 

.a. 


Ca 

6.82 

6.26 

3.38 

2.32 

5.28 

Hu] 

2.86 

1.84 

1.65 

1.80 

1.20 

0.68 

8.64 

8.04 

1.51 


4.0 

82.5 

Mg 

6.31 

4.36 

2.56 

1.93 

4.18 

4.12 

2.36 

1,79 

1.49 

1.82 

1.15 

lESS 

2.92 

2.68 

1.41 


20.0 

17.0 

K 

2.06 

4.44 


11.70 


WWm 

7.48 




2.36 

3.36 

2.12 

2.94 

6.12 

7.62 

8.0 

15.0 

H 

14.01 

18.95 


12.05 

14.64 

12.48 

13.30 

11.63 

6.67 

5.48 


5.12 

6.32 

6.34 

5.96 

wm 

88.0 

85.0 

Total bases... 

13.09 

14.05 

B 

15.95 

11.36 

13.52 

12.70 

14.37 

4.18 

4.32 

4.71 

4.68 

8.68 

8.66 

9.04 

8.99 

62.0 

64.5 


* xii.e. » millieqmTalentB per 100 gm. 


to their/ values. To test this theory, four-ion solutions of K, Ca, and H in 
a 1 : 1 : 1 : 1 equivalent ratio at 0.005 N, 0.05 N, 025 N, and 1.0 IV were prepared 
and several exdhange materials leached with them. Since the / values were 1.7, 
1.2, 1.0, and 0.41 for K, Mg, Ca, and H respectivdy, it was expected that on the 
cdloid the order of decreaang magnitude would be H, Ca, Mg, and K. The results 
obtained are ^ven in table 4. The 0.05 N solution is of the same approximate 
normality as the one ^mmetiy equilibrium solutions. 

The data in table 4 are exceedingly inteiesring and of conriderable value. 
Four pdnts should be particularly noted: (a) the predicted order of magnitude 
of the ions on the exchange surface held caily in the extremely dilute range of 
leaching solution, (5) the relative ratio of Ca to Mg was the same on all silicate 
materials and changed little with concentration, whereas the ratio K to the 
divalent cations reversed itself with increasing concentrations, (c) the amount of 
H <xt the cdUdd was almost constant at all concentrations but tended to de- 
caease with, incteadng concentration of the leaching solution, and (d) the four 
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natural silicates behaved similarly as a group, but Amberlite behaved differently 
from them. Obviously, it is impossible to predict the distribution of the cations 
on the exchange surface in a leaching system from the f values obtained in the 
equilibrium systems. 

It was observed in the earlier work that the type of exchange materials had a 
marked effect on the distribution of the cations on the exchange surface and on 
the effect resulting from changes in the concentration of the leaching solution. 
This point was further investigated by leaching several types of exchange mate- 
rials with leaching solutions containing 1 : 1 ratios of cations of the same valence. 
The data are reported in figures 1 and 2. In these graphs the percentage of the 
exchange surface occupied by one cation is plotted against the log of the total 



Fio. 1 . Change in Pebcbntagb K on Exchange Subface with Change in 
Concentration of a 1:1 K-Na Leaching Soltttion 

concentration of the leaching solution. It is interesting to note that for the 
monovalent cations the K/Na ratio on the colloids ranges from approjdmately 
1.1 for Zeo-Karb to about 8.2 for the soil although the concentration remains 
constant at 0.05 N. It is likewise observed that in all cases the K/Na ratio 
increases with increating concentration of the leaching solution. In the case of 
the divalent cations, Mg and Ca, the situation is quite different. Again a 
marked variation in the Mg/Ca ratio is observed for different exchange materials 
at any given concentration of leaching solution. For the natural silicates and 
Permutit the Mg/Ca ratio increases, whereas for Amberlite and Zeo-Karb it 
decreases with increasing concentration of the leaching solution. Apparently 
it is not possible to predict the trend of the Mg/Ca ratio with changes in con- 
centration unless the nature of the exchange materijd is known. 

For leaching solutions containing cations of different valence the effect of the 
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exchange material is even more striking. Figure 3 ^ves the data obtained on 
leaching several exchange materials vdth 1:1 Ca-K chloride solutions at dif- 



CONCBNTKATION OF A 111 Ca-Mg LbACHINQ SoLOnOlT 



Fig. 3. Variation in Percentage K on Oolloir toth Changing Concentration's 
OP A 1:1 K-Ca Leiching Solution 


fereat coacentratioas. Here the K/Ca ratio oa the colloid varies from approxi- 
mately 0.1 for Amberlite to approximately 2.4 for Permutit at 0.05 N coacen- 


BASE-EXCHANGE EQUIUBRIUMS 


219 


tiration. In other words, the Amberlite perferentially adsorbs calciiim, whereas 
Pennutit adsorbs potassium. 

In one respect all of the exchai^e materials -were eonastent, the K/Ca ratio 
always increased with increasing concentration of the leaching soluticai. How- 
ever, the nature of the exchange material will determine which cation will pre- 
dominate on the exchange surface. 



Fig. 4. Cbamgss in FiiBCENTit.GB E on Som 16617 wrm Changbs in xhx Ca:E 
Ratio in the Leaching Soeotions at Diffebent NoBiuiirnES 

TABLE 5 

Diatribution cf eatkma on soil J6S17 m affected by the eonceniration and by the aatockOed 
anion of a 1/1 Ca-K leaching solution 


aismaaiuat or iinis on oouaiDS 


AKION 

OjOS n 

0.25 

IJON 

Ca 

X 

K/Ca 

Ca 1 

X 

X/Ca 

Ca 

X 

X/Ca 






m^./100 



m.€,/i00 


C3hloride 

11.2 

10.0 

0.89 

7.2 

14.3 


5.1 

17.5 

3.44 

Nitrate 

10.1 

10.2 

1.02 


13.7 


5.2 

15.8 

3.05 

Sulfate 

ma 

8.9 

1.15 

.... 

.... 


.... 

.... 

• • • • 

Acetate 


10,5 

0.97 

7.3 

14.2 


5.1 

16.7 

3.27 


It has been ^own how the cations bdiave with changes in concentration of the 
leaching sdution. The effect of the ratio of tiie ions at constant total coDcen- 
tiation can now be considered. For this purpose the data on sdl 16617 and the 
Ca-H chloride leaching solutions are presented. Figure 4 shows the results ob- 
tained when sdd 16617 was leached with soluticais of varying concentrations and 
ratios (tf CarK. The ratios were so chosen that, as th^ widened, the monovalent 
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cation would decrease in concentration while the divalent cation would increase, 
the over-all concentration of the leaching solution remaining constant. This 
was necessary in order to prevent the monovalent cation from completely domi- 
nating the exchange surface. It will be observed that as the proportion of K 
with respect to Ca in solution decreased, its proportionate retention on the colloid 
decreased much more slowly. As seen in figure 4, the percentage of K on the ex- 
change surface changed as the log of the ratio of the cations in solution. 

The type of exchange material has been shown to be a significant factor in 
determining the distribution of the cations on the exchange surface. What then 
is the effect of the anion, associated with the cations in solution, on the final 
distribution of the cations on the exchange surface? To evaluate this factor 
ammonium-saturated soil 16617 was leached with three concentrations of 1:1 
Ca-K leaching solutions in which different anions were used. The data are 
presented in table 5. In general, the anion had no significant effect on the final 
distribution, that is, on the K/Ca ratio on the exchange surface. The anion 
had an effect on the total amount of the cations adsorbed, but this effect was 
small until the solution approached saturation. 


DISCUSSION 

The purpose of base-exchange studies is twofold; namely, (a) to determine the 
factors that may influence the exchange reactions and their relative significance, 
and (6) to attempt to express these factors mathematically for practical applica- 
tion. The leaching systems, like the equilibrium systems, are influenced by 
four main factors: (a) concentration of the leaching solution, (&) type of exchange 
material, (c) nature of the cations, including their valence, activity or / value, 
and size, and (d) ratio of the ions in solution. An attempt to evaluate these 
factors for the leaching systems and express them mathematically has been made 
by Melsted (17), who assumed (a) that the distribution of the ions on the colloid 
represents the true equilibrium condition between the exchange material and 
the leaching solution, and (5) that the / values obtained for the equilibrium sys- 
tem represents the true relationship between the cations in a Inching solution 
at infinite dilution. 

The data presented here in figures 1, 2, and 3 may be expressed mathematically 
in the form of equations for the straight lines for each of the exchange materials. 
Thus for the Ca-K system one might express the data as follows: 


for soil 16617 
Amberlite 
Zeo-Earb 
Pennutit 


y — 27 log ac 80 
3 / — 10 Ic^ a: = 24 
2 / — 7 log a; = 38 
2 / — 17 log a: = 92 


where y = percentage K on the colloid, x = total concentration of the 1:1 
Ca:K leaching solution. It was observed from figure 4 that the percentage K 
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OQ the colloid for any given concentration varied as the log of the Ca/£ ratio. 
This may be incorporated into tiie above equations so that, for seal 16617 as 
an example, one would get the following equation: y — 27 log a = 80 — 31 log 
r, where r is the Ca/K ratio. 

It might be assumed from the data that it would be pos^le so to choose the 
ratio of cations and the concentrations of the solutions that the adsorption of 
one cation would be completdy prevented. When tested in both extremes of 
concentration it was found that in a 1:1 Ca:K system it was not possible com- 
pletely to dominate the exchange surface with mth^ ion. When the ratio of the 
ions was varied so that the concentration of any one ion became extremdy dilute, 
the volume of leachate used became such a dgnificant factor that no definite 
conclusions could be drawn from the experiments. 

The place of hydrogen in a leaching system is the most difficult to evaluate. 
A very small amount of hydrogen seems to be hi^y effective in preventing the 
accumulation of other ions. There seems to be no direct rdationdup between 
the concentration of the H ion in solution and its accumulation on the coUmd. 
The n ion does not appear to accumulate on the colloid with increasing concen- 
tration, as do both K and Na between 0.005 N and 1.0 N. When hydrogen is 
present with dther £ or Na in a leaching solution, it actually decreases on the 
colloid with increasdng concentration of the leaching solution. 

It has been amply demonstrated that the type of exchange material used will 
largely determine the relative distribution of the ions on its exchange surface. 
An ^planation for the differences exhibited by the exchange materials is sug- 
gested in the work of Johnson and Norton (14). These investigators represent 
the base-exchange reaction as follows: 

Clay— OH— H -f NaOH -» Clay— OH— Na + HOH 

and then say, “The reaction will proceed to the ri^t because of the establish- 
ment of a system with a lower free enei^.” If it is assumed that exchange 
reactions are true eneigy equilibriums and tiiat the/ values represent the rdative 
energy levels of the ions, it vaa^ be concluded that the percentage distribution 
of the cations on the exchange material in a leaching system is controlled by the 
relative energy level of the exchange material. In the leaching system the 
energy level of the leaching sedution remains almost constant, and therefore the 
distiibution of the ions on the colloid varies as the energy levels of the exchange 
materials differ. Thus an exchange material with a hi^ energy level will ad- 
sorb more of the ions of lower energy while an exchange material with a low 
energy level would require more of the ions of hi^ energy in order to eetabli^ 
an equilibrium with the same leaching solution. Such a theory would account 
for the experimental fact that the anion associated with the cations in the leach- 
ing solution a very small effect on the ratio of the ions on the exchange 
surface but does effect the total amount of bases adsorbed. On the basis of 
such an energy concept, it would be concluded that Permutit, with its lu^ 
adsorption for K, has a much hi^er energy level than Amberlite, which has a 
hi^ pr^erential adsorption for calcium. 
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0£2TEBAli AFPUCATIOXS 

A detailed knowledge of the equilibriums existing between the exchangeable 
cations on the soil and the soil solution is essential for an understanding of the 
probleoas of soil fertility and plant nutrition. It has been known for some time 
that the so-called available cations of the soil are those held on the colloidal clay 
exchange surface and released to the plant roots and soil solution through ex- 
change equilibriums. But just knowing that the available ions are held on the 
exchange complex is not sufBlcient; we must know how they act m relation to 
soil futility practices. This study has indicated some very interesting applica- 
tions in this respect. 

The most common cation added to the soil for its plant-food value is potas- 
rium. Many agronomists in the central and coastal plain states have been con- 
cerned over the probable loss of this element throu^ leaching, their contention 
being that since the element is added as a soluble fertilizer it would quickly 
leach throu^ the root-feeding zone of the soil. The data presented here have 
indicated that potassium retention on the colloid increases with concentration. 
Thus a concentrated fertilizer application of potassium is actually more favorable 
to its retention than is a more conservative application. In this connection it 
is of interest to point out that recently large applications of potash were applied 
to some of the Illinois l 3 rrimeters and resulted in large increases of calcium and 
magnesium but no relative increase of potasrium in the drainage water. This 
is in accordance with expectations based on the forgoing equilibrium studies. 

The equilibrium data further support the observation of Bray (3) that liming 
(HI acid soil will decrease the relative amount of potassimn that will be released 
by any ^ven electrolyte. Therefore, a practical soil-improvement program 
should include the use of soluble potash fertilizers in any liming program, if the 
soil is on the border line of potassium deficiency, in order to prevent the occur- 
rence of such deficfiendes. 

A further application of equilibrium data is foimd in the field of plant nutri- 
tion. Plant phyriologists are often concerned with “active” or “physiolo^cal” 
adsorption, which Miller (18) defines as the “the absorption of solutes by cells 
after a manner contrary to the orciinaiy laws of diffurion.” As an example 
of this tsrpe of absorption the Valonia and Mtella are most frequently cited. 
It is pointed out that the concentration of potassium is forty times as great in 
the cell sap of Valonia as it was in the oiigmal sea water, while the concentration 
of sodium is one fourth or one fifth as great. Yet this is only what would be ex- 
pected from equilibrium studies. Plant roots have been ^own to exhibit ex- 
change properties (12, 13), and it may be assumed that the surface of Valcmia 
exhibits the same property. Also exchange surfaces have been shown to accu- 
mulate tweniy times as much potasrium as sodium (see soil 16617, fig. 2) from a 
solution ccmtaining equal amounts of these ions. Sea water usually contains 
twenty times as much sodium as potassium; therefore, the Valoiua exchange 
surface need (mly be siniilar in character to that of a soil in order that sodium and 
potasdum accumulate in a 1:1 ratio on its exdiange surface. This being tiie 
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case, ordinary laws of diffusion could readily explain the greater amount of potas- 
sium in the cell sap. It is the distribution of the ions on the adsorbing surface 
that predominates over the distribution of the ions in solution, when plant ab- 
sorption is considered. 

Equilibrium studies in plant growth may be of considerable importance. In 
this connection the work of Itallie (9) on cation equilibriums in plants is of in- 
terest. He shows what effect the presence of the ions Ca, Mg, Na, and K in 
various combinations has on the absorption of any one ion. He establishes a 
series of relationships for the correlation of the nutrient level in the soil with 
uptake by the plant. The relation for potassium is taken for an example: 

20K 

0.1 Ca + 0.2 Mg -f Na 

where K, Ca, Mg, and Na = amounts of these ions in the soil. It is not improb- 
able that a direct equilibrium may be found to exist between the cations in the 
soil and the cations absorbed by plants. 

Exchange materials, such as Fermutit and various types of zeolites, have 
been used industrially for many years as water-softening agents. Latdy Am- 
berlite has received condderable publicity (19, 20, 21) as an exchange material 
supposedly far superior to other exchange materials. That Amberlite is an 
excellent exchanger for water softening is confirmed by the leaching equilibrium 
data presented here. It has a very high affinity for calcium and will therefore 
adsorb that ion from solution much more readily than will an exchange material 
like Fermutit, which preferentially adsorbs potassium. But althou^ Amberlite 
has good qualities as a water softener, it does not have superior exchange qual- 
ities for all purposes. For adsorbing an ion like potasdum from a solution, 
Fermutit would be far superior to Amberlite. 

The concentration of rare metals or ions from dilute industrial wastes (1) 
through the use of exchange materials is continually increasing in industry. 
When such procedures are being adopted, it is well to remember that thdr 
success or failure may depend as much on the nature of the exchange material 
chosen as on the capacity or stability of the exchanger. The contrast between 
Fermutit and Amberlite in thdr relative adsorption of JL and Ca is an excellent 
example of the importance of knowing the nature of the exchange material. 

Exchange materials are finding increased usage in anal 3 rtical laboratories as a 
means of separating and concentrating the rare earth metals. The work of 
Russell and Fearce (23) is noteworthy in this respect. Through the proper 
selection of the exchange material and repeated leaching, these investigators 
have been able to separate the rare earths into groups varying in molecular 
wdght. On the bads of the equilibrium data presented here, it appears that the 
use of exchange materials as a means of separating ions in solution is a promising 
procedure. It diould, of course, always be remembered that not all exchange 
materials behave in the same manner, that there is no one exchange material 
that is best for all types of work, and that exchange capacity is purely a quanti- 
tative factor and not an indication of quality. 
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It is often said that any study made on a soil is limited in its application to the 
particular soil on which the study was made. With respect U> hcLse-exchange equi- 
libria this is not the case. The almost perfect agreement between results obtained 
for the two soils, kaolin, and illite in this study for both the equilibrium and leaching 
systems suggests that the data may be applied to a wide variety of soils. In fact, the 
day minerals used represent the characteristic exchange minerals of most soils. 
This does not mean that these soils and soil materials will behave similarly toward 
aU ions, but rather that they do react similarly to the common cations found on the 
exchange surface of the soil colloid under naiurcd conditions, or as modified by addi- 
tions of my of the commonly used liming or fertilizer materials. 

SUMMABY AND CONCLUSIONS 

A study was made of some of the factors that were thought to be signihcaut in 
base-exchange equilibriums. The exchange materials studied included natural 
soils, natural silicate materials, and synthetic exchange materials. Two types 
of systems were considered; namely, (a) the equilibrium type, in which a definite 
amoimt of salt solution is shaken with a definite amount of exchange materials 
in a closed ^stem and an equilibrium established; and (b) the leaching type, in 
which a definite amount of exchange material is exhaustively leached with a 
solution of a definite salt composition and concentration. The following con- 
clusions are based on the experimental data presented: 

The / values obtained by Bray are valid and applicable to surface soils. Slightly lower 
/ values are obtained for organic-free materials. 

The distribution of ions of the same valence on an exchange surface is affected less by the 
concentration of the solution in an equilibrium system than in a leaching system. 

The concentration in solution of ions of different valence does have a marked effect on 
their final distribution on the exchange matenal in both types of systems. 

The ratio of the ions in a leaching solution is a factor in determining the distribution of 
those ions on the exchange material. 

The distribution of the ions on an exchange surface is controlled to a ^eater degree by 
the nature of the colloid or exchange material than it is by any other single factor. 

The soluble anion associated with the cations in a leaching solution does not affect the 
ratio of the bases on the exchange surface but may affect the total amount of bases ad- 
sorbed. 

Within the limits of these experiments, it may be concluded that soils and natural sili- 
cates react as a group in equilibrium as w^l as in leaching systems, but they differ from the 
synthetic exchange materials investigated. 

Hydrogen was the only cation of those studied that did not behave like the other mono- 
valent cations in the leaching system. Within the range studied, its distribution on an 
exchange surface does not appear to be a function of its concentration in a leaching solution. 
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Peterson and Jennings (23) reported that the exchange capacitv of K-treated 
bentonite was lower than that of bentonite treated with Na or Ca. To explain this 
they suggested the “possibility that this phenomenon is related to the fixation 
of K in nonreplaceable forms.” Kolodn 3 f* made a similar observation. Truog 
and Jones (27) reported that the decrease in exchange capacity was equivalent 
to the quantity of K fixed. This conclusion, however, was not substantiated 
by the work of Joffe and Kolodny (13), Levine*, and Joffe and Levine (14), 
ail of whom found a general reduction of the exchange capacity when fbcatinn 
occurred but noted no equivalence between this decrease and the E fixed. 

Joffe and Levine (14) saturated two samples of Mantalto clay (diameter 5 n 
and smaller, oiganic-matter-free) with K. To one of these samples 1.92 m.e. 
of K was added to the K already present in the exchange complex (1.24 m.e.), 
whereas to the other no further E was added. Despite the difference in the 
quantity of extractable E in the two cases, both systems were found to fix 
equal amounts of E. From this it follows that as long as the complex is saturated 
with E, the magnitude of fixation will be imaffected no matter how much addi- 
tional E is applied. 

It was also noted that the sample of clay which was E-saturated, but to which 
no additional K was added, fixed more E than did calcium-, barium-, or hydro- 
gen-saturated days to which 1.92 m.e. of E was added. This was true de^te 
the fact that the total “free” E (water-soluble plus exchangeable) was less than 
two thirds that in the case of the variously saturated cla 3 rs. Again it is obvious 
that the condition in which the E is present in the system is the det ermining 
factor; that is, to be effective for fixation, E must be in the exchange complex. 

Dropoff and Truog (5) demonstrated that the removal of the free Fe imd 
Al oxides from soil colloids has no appreciable effect on the exchange capadty. 
Sudx a condition makes it readily apparent that a sample of sesquioxide-free 
colloid has the same exchange capacity as a larger sample of the untreated 
colloid. If fixation is a function of the exchange complex, a sample of sesqui- 

^ Paper of the Journal Series, New Jersey Agricultural Expeiiment Station, Rutgers 
University, department of soils. 

* Temporarily withdrawn; resubmitted September 30, 1946. 

* Eolodny, L. Mechanism of potassium fixation in soils and the avmlability of fixed 
potassium to plants. 1938. (Unpublished doctor’s thesis. Copy on file Rutgers Univer- 
eity Library, New Brunswick, N. J.) 

* Levine, A. E. Rdation of potassium fixation to the exchange capacity of soils. 1939. 
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oxide-free colloid should fix the same amount of K as a sample of untreated 
colloid, provided the weights of the respective samples are so chosen that both 
have the same exchange capacity. Actual experiments with Sassafras colloid 
bore out this contention. 

EFFECT OP ALCOHOL ON FIXATION 

Wiegner (29) has shown that ions enter the exchange complex more readily 
in alcoholic solution than in aqueous solution. This he attributed to the de- 
hydration of the ions by the alcohol. Since exchange is favored in alcoholic 
medium, fixation likewise should be favored when K is the ion exchanged. 

Accordingly, bentonite was treated with an alcoholic solution of K-acetate, 
on the one hand, and an aqueous solution of the same salt, on the other. The 
quantity of E added in each case was 68.7 mgm. to 5 gm. of bentonite. From 
the aqueous solution, 17.8 mgm. of K was fixed; from the alcoholic solution, 
21.8 mgm. The fact that more K was fixed when alcohol was the solvent than 
with water is in conformity with the theory presented above. 

EFFECT OF ANIONS ON FIXATION 

Hoagland and Martin (11) and Chaminade (2) reported that the nature of 
the anion exerts no influence on K fixation. An understanding of the conditions 
under which these men did their work leads to an explanation of their results. 
In their work they used anions which exerted very little influence on cation 
exchange, that is, anions of highly dissociated acids. If, however, the anion 
is of a weak acid, and if the exchange is carried out against a hydrogen-saturated 
complex, then there is a well-defined tendency for the anion to combine with the 
hydrogen ion of the complex. In this case, the cation associated with that 
anion replaces the hydrogen (24). This phenomenon has been pointed out by 
Wiegner (30) for the system K-acetate versus hydrogen bentonite: 

E? •+• CHsCOO^ + H-bentonite ^ K-bentonite + CHaCOOH, where the 
longer arrow indicates the direction of the equilibrium. 

To test this theory, symmetry quantities of KCl and K-acetate were added 
to 5 gm. of hydrogen bentonite, and fixation was induced. When the acetate 
was used, 17.7 mg. K was fixed, as compared with 13.7 mgm. fixed with the 
chloride. 


EFFECT OF OBGANIC MATTBB ON FIXATION 

That the exchange reaction is a necessary forerunner of K fixation is evidenced 
by the effect of additions of organic matter. Gourley and Wanter (8), Sturgis 
and Moore (26), and Walker and Sturgis (28) have pointed out from field 
experiments that organic matter exerts a depressive effect on K fixation. This 
effect is readily explained on the following basis: When organic matter is 
added to the soil, it competes with the mineral or inorganic fraction of the 
soil for exchangeable cations, K in this case. Because of its great exchange 
capacity, the organic matter competes successfully with and diverts considerable 
quantities of K from the mineral portion. Since organic matter is not capable 
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of fixing K (12), and since the quantity of K in the inorganic exchange complex 
has been materially lessened, fixation will be decreased. Thus, fiixation may be 
lessened by a diversion of K from the inorganic exchange complex, and hence 
the role of the exchange complex in K fixation is further emphaazed. 

EFFECT OF SOLUBLE IRON ON FIXATION 

A further means of testing the above theory was suggested by the work of 
Magistad (16). Working with alkali soils, he was able to reduce the exchange 
capacity to a very marked degree by treatment with dilute ferric chloride. This 
phenomenon was noted also by Mattson (17), and by Paver and Marshall (20)i 
Ji the exchange capacity of a soil can be so reduced, it was felt that fixation, 
too, should suffer a decrease xmder the same conditions. 

To repeat the work of Magistad, a sample of a solodi from Red River Valley, 
Minnesota, furnished and described by Rost (26), was used. Four 20-gni. 
samples of this material were saturated with 0.5 N FeCls after the method 
of Magistad (16) . The excess iron was washed out with water. To two of these 
samples and to two untreated samples 20 m.e. of KCl solution (1 ml. = 5.03 


TABLE 13 

Ejfeci of prior ferric chloride treatment on fixation of potassium by solodi soil 
Results on 100>gm. basis 


DESCBIPTION 

EXCHANGE CAPAaXY 
BXEOHE EZXAHON 

X TIXEB 

jsxcHAjmsB cAPAory 
AEXCK nXATION 


m.e 

m.e. 

«.e. 

PeClj treated 

40.1 

0.74 

34.0 

Not treated 

44.3 

1,37 

35.0 


mgm. K) was added. The systems were alternately wetted and dried to induce 
fixation. After fixation, the exchange capacities of the samples were deter- 
mined. The exchange capacities of FeCls-treated and nontreated ^sterns were 
also determined when no fixation was induced. The results appear in table 13. 

Table 13 bears out the contention that a reduction in exchange capacity results 
in a lowering of the K fixed. Although the reduction in exchange capacity 
is not very large, it is nevertheless appreciable and evidently suflScient to cause 
a marked lowering of the capacity of the soil to fix K. It should be noted that 
the exchange capacity after fixation does not differ so much in the two cases 
as does the exchange capacity before fixation. This is to be expected, however, 
because the greater fixation by nontreated system brings about a more pro- 
nounced reduction in the exchange capacity. Why the decrease in exchange 
capacity exceeds the quantity of K fixed is not apparent from these data, but 
further light will be shed on this later in this paper. To make sure that the 
lai^e decrease in exchange capacity was not caused by the wetting and drying, 
a sample of solodi was wetted and dried, and the exchange capacity determined. 
The decrease was found to be only 0.6 m.e. per 100 gm. 
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BLOCKING FIXATION WITH VAEIOUS IONS 

That large organic molecules afifect the exchange capacity of minerals has 
been known for some time. Demolon and Barbier (4) pointed out that colloidal 
humus is strongly taken up by clays. Mattson (18) found the same thing with 
proteins in place of humus. Myers (19) found that the exchange capacity of a 
mixture of soil colloids and organic colloids was less than the sum of the two 
components. Gieseking (6) observed from x-ray analysis that complex organic 
cations are exchanged within the variable c-axis of bentonite. More recently 
Hendricks (10) found that large molecules like the alkaloids brucine and codeine 
do not neutralize all the hydrogen of a hydrogen-saturated clay. This he 
attributed to a ^'cover-up effect”; that is, these alkaloids are so large that 
in neutralizing some of the hydrogen, the molecules cover up other exchanged 
hydrogen ions and so make them inaccessible for removal. Thus Hendricks 
achieved a reduction of the exchange capacity of bentonite by treating the 
mineral with brucine. 

From the above observations, principally that of Hendricks, it was reasoned 
that if brucine could effectively decrease the exchange capacity of bentonite, 
it should also lower the ability of the mineral to Gx K. Accordingly, a 2-gm. 
sample of hydrogen bentonite was leached withl 500 m.e. of 0.4 per cent brucine 
solution in alcohol. The sample was then washed with alcohol to remove the 
excess alkaloid, after which 15 m.e. of alcoholic K-acetate (1 ml. = 3.91 mgm. K) 
was added, and the system wetted and dried several times. An equal-sized 
sample of hydrogen bentonite was given like treatment except that it was not 
saturated with brucine. 

The results show that the H-bentonite saturated with brucine fixed 5 mgm, 
K, whereas the control fixed 7.5 mgm. The reduction in fixation is due to the 
blocking effect of the brucine. Whatever the mechanism by which brucine 
decreases the exchange capacity, the effect of such action of fixation is in complete 
harmony with theory. 

EFFECT OF pH AND Ca ON FIXATION 

The literature is replete with reports that lime additions stimulate fixation 
of K. Macintire el al. (15), investigating the effects of long-term lime and mag- 
nesia treatment on the outgo of subsequent additions of K, found that additions 
of lime to the soil increased fixation. Harris (9) has reported that hydrated 
lime results in an increase in the quantity of K a soil will fix, and furtW that 
the greatest fixation occurs at highest pH values/ Some work of Wrenshall 
and Marcdlo (31) confirm Harris’ observations. Gilligan (7) noted also that 
K fixation increases with increasing Ca saturation and increasing pH. 

The findings of the above investigators are readily explained on the basis of 
the quantity of K in the exchange complex. Peech and Bradfield (21) have 
demonstrated that increasing the quantity of Ca in the exchange complex 
favors the exchange adsorption of K . } Working with a number of soils from the 
Florida citrus belt, Peech (22) found that there is a general increase in the 
amounts of exchangeable K with increasing pH values or increasing d^ree of 
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base saturation. Ayres (1) showed this to be true for a Hilo coast soil from 
Hawaii. Since, then, more K does enter the exchange complex with increasing 
pH (increasing the base saturation in the above instances merely led to an 
increase in the pH of the system), more K is available for fixation, and conse- 
quently more K is fixed. 

To demonstrate that it is the increase in the pH of the system and not the 
addition of lime per se that causes increased K fixation, the following experi- 
ment was conducted in duplicate. To 2.119-gm. samples of hydrogen bentonite 

TABLE 14 


Influence of Ca competition on fixation of potassium by H~bentonite* 


xsEAiicEirr 

X nxED 

1 SKt 

msm, 

6.4 

6.1 

4.6 

3.9 

1 SK'+ 1 SCa 

1 SK + 3 SCa 

1 SK -f 6 SCa 

lSK + 7SCa 

2.6 

1 SK 4- 9 SCa 

2.1 

1 SK 4“ 1 SCa to Na-bentonite 

9.0 


* Except as noted in last row. 
fS denotes syimnetry quantity. 


TABLE 15 

Ca-K competition in Utah bentonite 
Results on 100-gm. basis 


CONCEMTSATION Or CHLOXIDES AIXDED 

Aicotmr musD m cohflex** 

X 

Ca 


171.0. 


OUN K, 0.8N Ca 

19.28 

98.67 

Om K, 0.7i7Ca 

29.67 

82.72 

0.61V K, 0.51V Ca 

53.96 

56.45 

0.71V K, 0.31V Ca 

69.72 

52.41 

0.81V K, 0.21V Ca 

80.78 

26.10 


* After Peterson and Jennings (23). 


were added respectively: one symmetry quantity of K (26 ml. KCl; 1 ml. = 2.65 
mgm. K); one symmetry quantity of K plus one symmetry quantity of Ca 
(as CaCy ; and one symmetiy K plus 3, 5, 7, and 9 Ca. In addition, one symme- 
try K plus one symmetry Ca was added to 2.119 gm. of sodium bentonite. The 
systems were alternately wetted and dried to induce fixation, and the fixations 
subsequently determined. The data are presented in table 14. 

The foregoing experiment also throws some light on the effect of Ca concen- 
tration on K fixation when the pH of the system was not appreciably altered. 
That is, it was reasoned that the large excesses of Ca ions in the system would 
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be more and more successful in competing with K for exchange positions as the 
Ca content was raised, and hence a decrease in the amount of K fixed should 
result. That Ca does successfully compete with K under the conditions outlined 
has been indicated by Chapman and Kelley (3) and shown by Peterson and 
Jennings (23). Table 15, taken from Peterson and Jennings, is of interest in 
this connection. 

The data of table 14 are in complete concordance with the requirements of 
the theory as outlined above. When considered in conjunction with table 15 this 
is even more apparent, except that the blocking of K by Ca in table 15 is propor- 
tional to the quantity of K entering the complex, whereas in table 14 there is 
no proportionality in fixing K. Hence it is evident that the increase in fixation 
with lime addition as reported in the literature is due to the increase in pH 
of the system (by means of which more K is able to enter the complex), rather 
than to the Ca itsdf. That adsorption and subsequent fixation when carried 
out against sodium bentonite are greater than against hydrogen bentonite is to 
be expected in the light of the great ease with which Na is replaced from the 
exchange complex. 
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Dud Storms, 1850-1900. By James C. Maun. The Kansas Historical Quar- 
terly, Lawrence, Kansas, 1946. Pp. 71. 

This is an interesting study of the records of dust storms in Kansas firom 
1850 to 1900. The concluding sentence gives a clue to the content of the report. 
It reads: “There is no reason to assume that dust storms can be prevented 
altogether, because without question they were frequent and severe prior to 
white settlement and Uie plowing of the sod, but the damage incident to agri- 
cultural operations should and can be minimized by careful s(^ management.” 

Forest Soils. By Haboud J. Lutz as© Bobebt F. Chandubb. John Wil^ 
and Sons, Inc., New York, 1946. Pp. 514, figs. 62. Price 15.25. 

This book differs materially from the standard text on sdls in that it lays 
more stress on the natural properties of soils and has little to say on the subject 
of soil amendments. Among the more interesting new features are the discus- 
sions of crystal ionic radii and radius ratios, fauna of forest soils, composition 
and acidity of forest tree leaves, nature of forest humus layers, effects of forest 
fires, and ecolcgical rdationships in forests. One of the stated objectives of 
the book is that of recording references to the more important researches on 
forest soils, as many as 150 completely documented references bmg appended 
at the end of a chapter. The book is a hi^y important contribution to the 
literature in this field and merits inclusion on all soil reference rixelves. 

German-EngUsh Science Dictionary. Second edition. Revised. By Louis 
DbVbibs. McGraw-Hill Book Company, Inc., New York, 1946. Pp. 658. 
Price $4.50. 

Graduate students who are preparing themsdves for examinations in reading 
scientific German as a part of thrir requirement for the Ph.D. d^ree will 
find this an exceptionally handy and useful volume to have on thrir study tables. 
The book has been enlarged about 50 per cent, in contiderable part by ihe inclu- 
sion of more terms from the field of agricultural science. Appended to tixe 
dictionary are lists of geographic names, abbreviations, chemical elements, 
thermodynamic symbols, and electric tmits of measuremmit. 

Handbook of Chemistry. Sixth edition. Compiled and edited by Nobbbbt 
Adolbh liANGB. Handbook Publishers, Inc., Sandusky, Ohio, 1946. Pp. 
2082. Price $7. 

The rixth edition of this very important handbook differs from the previous 
one in having a completely revised table of physical constants of inorganic 
compounds. Some of the data on en^eecing have been ddeted, tince they 
can readily be found in handbooks for specialists in that field. The book begins 
with first-aid measures and ends with a very valuable indmc. New subject 
matter indudes an excdlent digest on modem concepts of matter, compodtion 
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of seawater, periodic arrangement of the elements, ionization constants of acids 
and bases, electromotive series of metals and alloys, and a number of other 
features of specialized interest. The book contains much of interest for reading 
as well as for reference. The editor is entitled to a great deal of credit for having 
developed such a valuable chemists’ aid. 

The Origin, Distribution, and Airphoto Identification of United States Soils. 
By D. S. Jenkins, D. J. Belcher, L. E. Gregg, and K. B. Woods. Techni- 
cal Report No. 52. U. S. Department of Commerce, Civil Aeronautics 
Administration, Washington, D. C., 1946. Pp. 201, figs. 86, plates 63. 

This report was prepared with special reference to airport and highway engi- 
neering but is of considerable interest to soil scientists in general. It is made 
up of two parts, of which the first is largely descriptive and the second contains 
large airphotos that are very interesting to study. A bibliography of 772 
references is appended, and a large soil map of the Unites States is contained 
in a separate envelope. 

Trace Elements in Plants and Animals. By Walter Stiles. The Macmillan 
Company, New York, 1946. Pp. 189, figs. 12. Price $2.50. 

Tliis book contains an exceptionally well reasoned presentation of the case 
for minor nutrient elements in plants. The chapters include: historical intro- 
duction, trace-element deficiency diseases of plants,* the functions of trace 
elements in plants, trace elements in animals, and concluding remarks. An 
extended list of species of plants on which specific effects of one or another of 
these dements have been noted, together with the name of the respective worker, 
is an important feature of the book. A list of about 450 references and a well- 
developed index are appended. Every man who has to do with research in this 
fidd of endeavor or who is concerned with the intensive production of plants 
will find this a very useful reference. 


The Editors. 



A CRITICAL EXAMINATION OF A RAPID METHOD FOR DETER- 
MINING ORGANIC CARBON IN SOILS— EFFECT OF VARIATIONS 
IN DIGESTION CONDITIONS AND OF INORGANIC SOIL CONSTIT- 
UENTS 


ALLAN WALKLEY 
The Waite InsHivie^ 

ReoeiTad {or publioation September Sf 1946 

The method discu^ed in this paper was tentatively suggested (30) in 1934 
to meet the demand for a quick, simple, if approximate, means for determining 
oi^anic carbon. The procedure was based on the well-known method of Schd- 
lenberger (21, 22), the chief difference being the manner in which the digestion 
was conducted. When concentrated H^Oe was added to a mixture of soil and 
aqueous KjCrjOr, the heat of dilution raised the temperature sufficiently to 
induce a very substantial oxidation within a minute or so. Residual KjCtjOt 
was titrated against ferrous ammonium sulphate as suggested by SchoUenbei^er. 
Later the method was modified (31) in some of its details. 

Trials conducted in 1935 by the International Society of Sod Sdence and 
reported by Crowther (6) showed that the method gave more variable results 
than those employing digestions at hi^er temperatures and of longer duration. 
In spite of this it is quite obvious from various publications on soil org^c matter 
which have appeared in the last 10 years, that the method has been used a good 
deal. Evidently there are many who have rated convenience and speed more 
highly than accuracy, and who have at the same time demonstrated that the 
accuracy was sufficient for their pmrpose. During this period no other methods 
seem to have displaced the titrimetric ones. 

The values obtained by the method were in most instances considerably 
lower than those obtained by orthodox dry combustion, and a multiplying 
factor was therefore proposed to bring them more into line with the latter. 
Some of the causes of the variation of this factor have been briefly motioned 
elsewhere (5, 31). It is the purpose of this paper to deal more fuUy with some 
of these, and to present new data on other causes of variation, so that the method 
will have greater utility. Many relevant observations by other workers have 
also been incorporated. 

It is perhaps debatable whether any attempt should ever be made to compare 
results obtained by an indirect method with those obtained by a direct one. 
Some prefer that the data be regarded as tingle values which should stand or 
fall on their own merits. There are many, howeva:, who would rather think 
of the results of indirect methods in the units employed by the direct ones. 

Some have sou^t to emphatize the use of tire sin^e-value concept in ti- 

^ Division of Soils, Council for Scientific and Industrial Research, The Waite Institute, 
Adelaide, South Australia. The author is now with the Divition of Industrial Chemistry, 
of the Council, at Melbourne, Victoria, lie wishes to thank G. S. Hart for assistance with 
some of the laboratory woik in connection with this investigation. 
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trimetric methods on the score that the figure obtained is of value in showing the 
degree to which soil organic matter has already been oxidized. Such arguments 
cannot be pushed too far, since the substances easily oxidized by CrO# and other 
oxidizing agents are not necessarily those readily attacked by microorganisms. 
It has been found that lignin and cellulose are equally readily attacked in the 
CrOa digestion, so that the latter in no way simulates the action of organisms 
which discriminate so sharply between the two. 

Whichever viewpoint is held, that is, whether the method is used with or 
without a multiplying factor, it is important to know the reasons for high or 
low results. The possible causes of variation have been arranged in three groups 
as follows; 

1 . Those due to differences in conditions of digestion and to differences in strength of 
reagents. 

2. Those due to inorganic soil constituents. 

3. Those due to variations in the composition of soil organic matter. 

Many of the factors involved in group 3 (which are not discussed in this paper) 
are closely related to those of group 1, because certain types of organic matter 
are more susceptible than others to variations in oxidizing conditions. How- 
ever, it is more convenient to separate them in this way. 

It is apparent from the literature that a number of workers continue to follow 
the original procedure, being presumably unaware of the later modifications 
(5, 31). These, though slight, made for much greater convenience, especially 
in the handling of large numbers of samples. For this reason, and to serve as 
a basis for subsequent discusrion, the method as it is used now is given below. 

METHOD 


N Potassium dichromate. Dissolve 49.04 gm. reagent-grade KsOi^iOt in water and dilute 
to 1 liter. 

Sulfuric acid. Must be at least 96 per cent. 

Phosphoric add. Approximately 85 per cent. 

Diphenylamine. To 0.5 gm. add 20 ml. water and 100 ml. concentrato<l [ItS04. 

N Ferrous sulfate. Dissolve 278.0 gm. reagent-grade reS04’ 711*0 in water, add 16 ml. 
concentrated HjSOi, and dilute to 1 liter. Standardize by titration against the N KtOr^r 
solution above. A convenient piece of apparatus designed especially for routine titration, 
embodsdng a burette with self-adjusting zero which is filled from a reservoir containing 
FeS04 kept under hydrogen, is described by Piper (19, p. 225) . An alternative method of 
keeping T^eS04 employing a lead amalgam reductor has recently been given by Duke (7). 
The KjCtsOt is delivered from a similar burette mounted over a storage vessel; theH|S04 
and H*P04 are delivered from quick-delivery pipettes with self-adjusting zero fittings. 

Procedure 

Grind sufficient soil for convenient sampling to pass a 0,6-mm. screen, avoiding mortars 
of iron or steel. Transfer a weighed quantity, not exceeding 10 gm. and containing about 
10 to 26 mgm. of organic carbon, to a 500-ml. Erlenmeyer flask. Add 10 ml. of KiOriOr 
followed by 20 ml.* of H*S04. Shake the flask once or twice and allow it to stand for 20 to 

* This amount is incorrectly given as 16 ml. in Tiruin, I. V. The Organic Matter of 
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30 xoinutes. Then add 200 to 300 uol, water, 10 ml . H3PO4, and 1 ml . diphenylamine solution. 
Bun in FeSOi until the solution is purple or blue. Continue to add FeS04 in portions of 
about 0.5 xnl. until the color hashes to green, which it does with little or no warning. Then 
add 0.5 ml. BsCrsO? and complete the titration by adding FeS04 drop by drop the last 
trace of blue disappeais. li more than 8 of the 10 ml. K2Cr207 originally taken has been 
reduced, repeat the determination with less soil. 

The color is not always purple on adding the indicator at the beginning of the titration, 
but the color always appears just before the end point. Similarly the purple color often 
does not appear on the addition of 0 5 ml. excess K2Cra07, but it soon develops with the 
first drop or two of FeS04. With more than iO gm. soil present the color change may be- 
come difi&cult to follow. Large amounts of Ca^)4 ^from calcaieous soils) or AgCI (if 
is used to prevent chlorine interference in saline soils) alter the shades of the colors, but the 
change (now from lavender to pale green) is still just as sharp as before. It has been found 
convenient to have the flask illuminated brightly from the side by a bench light. The color 
change is then easily seen in a thin layer of liquid as the is shaken. 

The percentage of carbon in the soil is given by the following formula : 

Vi — Vi 

- ^ X 0.300 X/ 

where Vi =* volume oi N FeS04, in milliliters, required in blank titration 
V, sn volume of N FelS04 in milliliters, required m actual titration 
W «» weight of soil in grams 

/ " factor whose value is under discussion. The term “recovery” (100//) is also 
used. 

VARIATIONS DUE TO DIFFERENCES IN CONDITIONS OF DIGESTION AND TO 
DIFFERENCES IN STRENGTH OF REAGENTS 

The oxidizing action of acidided dichromate can be represented by the half 
reaction: 


CraOr— + 14H+ + 6e- = 2Cr+++ + THiO, E° = 1.36. 

Since the hydrogen-ion activity enters the E. M. F. equation at the high 
power of 14, increasing acidity -will lead to a large increase in oxidizmg power. 
Thus the redox potential of the system depends primarily on the concentration 
of the H 2 SO 4 , while the amount of material that can be oxidized depends on the 
concentration of the K2Cra07. Up to a point at least, then, a n increase in 
recovery , of carbon would be expected from an^increase in Hi^Oi concentration. 

is found to be so m. practice. The recoyery of carbon, ^however, also de- 
pends" on the final temperature obtained during digestion, and obviously there 
will be some optimum ratio between the volumes of H 2 SO 4 and aqueous solution 
3rielding the maximum temperature rise. As a result of these two effects, the 
recovery of carbon first increases with increamg ratio of USOa to KaCraOT 
solution, passes through a rather fiat maximum, and then decreases. Figure 1 
diows the mean recoveries for several soils. 

Determinations conducted on some 20 soils using the 16; 16 ratio gave con- 
sistently lower figures (about 25 per cent) than those on the same soils using the 
20 : 10 ratio. The temperatures obtained were the same in each series, the effect 
being purely one of higher oxidation potential. The fact that the ratio 20:10 
may be decreased to 20:15 without any appreciable fall off in recovery is of 
importance in detenninations on highly calcareous soils low in organic carbon. 
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for the amount of HsS 04 neutralized is then appreciable. The 15*15 ratio is 
quite unsuitable for such soils. In this connection it is interesting to note that 
Snethlage (26) has shown that the rate of oxidation at lOO^C. of a number of 
organic compounds has a definite TnaYiTmim when the H 2 SO 4 is about 80 per cent 
by weight. The strength of the acid in the 20:10 mixture is 75 per cent by 
weight. 

The effect of increasing the dichromate concentration while maintaining the 
ratio of HsS 04 to aqueous solution at 20 : 10 is shown in figure 2. 

In this trial the size of sample was, of course, appropriate to the strength of 
dichromate used. Sodium dichromate, being much more soluble than XaCraOr, 



RATIO HzSQijKO NORMALITY KaCi»0, 

FIG. I. 


Pig. 1. Efmict of HjSOi Concentbation on Recotbbt of Oabbon 
Fio. 2. Effect of KiObiOt Concentbation on Rbcovebt of Cabbon 

was used for the last three determinations. The results show that it is not worth 
while ehangng over to a stronger dichromate for general use, particularly as the 
volmne required for the titration with N FtBOt then becomes greater and rather 
xmwieldy for a rapid routine method. When dealing with organic soils, however, 
the use of stronger didbromate has decided advantages, because a correspondingly 
larger amount of soil can be taken, and sampling errors are thereby reduced. 
]?or the detmmination of organic matter in aqueous ^tracts it is sufficient to 
take 6 ml. of sample, add 5 ml. of one of the above solutions of appropriate 
strength, and then proce^ as usual. 

The unimportance of the concentration of dichromate is one of the factors 
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contributing to the success of all titrimetric methods employing it, for the con- 
stancy of the oxidation potential throughout the digestion ensures that the 
last fractions of the organic matter attacked are subjected to the same intensity 
of oxidation as the first fractions. If this were not so the recovery would depend 
on the size of sample taken, am^ large excess of oxidant would be required to 
remove this somce of error. C?ln the method under discussion it has been found 
that at least 80 per cent of the K 2 Cr 207 can be reduced without affecting the 
results. 

The final temperature reached in the reacting mass clearly depends upon the 
difference between the heat generated and that lost to the vessel, its contents 
and surroundings. The following factors are therefore of importance: 

Add strength. Experiments on a variety of soils, using acids of strengths varying be- 
tween 90 and 99 per cent, showed an approximate linear increase of recovery of 1 per cent 
for every 1 per cent increase in acid strength. With HsSO* containing dissolved P2O5, such 
as is sometimes used in the Kjeldahl method, further increases in recovery resulted, but 
these did not seem large enough to warrant departure from the use of a reagent available 
everywhere. The rate at which the acid is added is not critical. The automatic pipette 
used in this work delivers 20 db 0.2 ml. in about 10 seconds. 

Sxze oj reading vessel. Pyrex conical flasks of 500 ml. capacity resulted in lower recover- 
ies (about 2 per cent) than when thin-walled 250-ml. flasks were used. The larger size, 
being more convenient for titration, was preferred, however, and a set of 24 was selected 
with weights var3ring between 100 and 130 gm. 

Air temperature, A number of determinations on several soils with room and reagent 
temperatures varying from 15®C. to 30® C. showed that all recovery increased by about 1 
per cent for every 5® C. rise in air temperature. Variations due to this and to changes in 
acid strength can be largely eliminated in any one laboratory by conducting one or two 
determinations on a standard soil with each large batch This practice has been found 
useful in correlating results obtained over intervals of time. 

Other methods of digestion such as Schollenberger^s and Tiurin’s (28) define 
the temperature much more precisely; for example, Schollenberger advises 
heating his digestion mixture to 175®C. in to 2 minutes, whereas Tiuiin re- 
commends boiling (145®C.) for 5 minutes. ISchollenberger (6, 23) has also 
shown that more consistent results are obtained if 10 ml. N and 10 

ml. H 2 SO 4 are used for the digestion and the temperature is held at 140®C. for 
6 minutes than if 20 ml. H ^04 is used with no external source of heat*. In 
all chromic acid titration methods the object should be to bring about the max- 
imum oxidation of organic matter before any appreciable amount of chromic 
acid has undergone thermal decomposition. Snethlage (27) has shown that the 
kmetics of the decomposition are complex and best represented by assuming 
that two reactions, one monomolecular and the other bimolecular, occur simul- 
taneously. The reaction is positively catalyzed by Cr2(S04)s, which is the main 
product of reduction, and probably by other substances. Ignited soil is one 
such substance and probably unignited soil also, but because of the difficulty 
of preparing an unignited soil d^oid of organic matter it is difficult to establish 
the magnitude of the effect. ''•^The decomposition proceeds more rapidly as the 
H^4 concentration increases, and for tto reason mixtures in the ratio of 2 
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H2SO4 to 1 aqueous solution cannot be boiled for long in the presence of catalysts 
without undergoing considerable decomposition. This fact was thoroughly 
appreciated by Tiurin (who uses a 1:1 ratio) in framing his method, and by 
Schollenberger in suggesting the 1 :1 modification just referred to. 

Several workers have reported the results obtained by supplementing the 
heat of dilution of the 2:1 mixture with an external source of heat. Smolik 
(25) boiled the mixture for 1 minute and claimed good agreement with the Den- 
nstedt'method on 30 different soils. On the other hand, Novdk and Pelisek 
(18), using the same procedure, obtained excessively high results (as would be 
expected if there was much decomposition of CrOa) and so reverted to the original 
procedure for the remainder of their study of the method. Similarly some of the 
results of Kelley and Thomas (11), who heated the mixture in a water bath 
(presumably at 100°C.) for 15 minutes, were unusually high. Whether there 
is any appreciable thermal decomposition of CrOs in the course of a normal 
determination when the temperatui'e is raised suddenly by the heat of dilution 
alone to about 110-120°C. and then allowed to cool cannot be stated. There 
is certainly none in the absence of soil and none in the presence of a large variety 
of ignited soils. 

Silver salts either in the form of Ag2Cr207 or Ag2S04 have been used (5) as 
catalysts in CrOs digestions, the object being to catalyze the oxidation of CO 
to CO2. Whether or not this is the mode of action, higher results are usually 
obtained w’’hen a silver salt is present, the effect being ^atest with Tiurin’s 
method of digestion, less with Schollenberger’s, and least with the Walkley- 
Black method (5, 29) . Some recent experiments on a variety of soils have shown 
that the increase in the last method is rarely more than 3 per cent. Since in all 
three methods the results obtained with added AgaSOi, though higher, are no 

►re consistent, there seems little justification for the use of this salt. 

In the method as originally described the soil was fiirst ground to 100 mesh. 
Subsequent experiments showed that grinding to i mm. was sufficient, and this 
standard of size has been adopted throughout the present work. More recently 
results have indicated that the extent of oxidation is much the same even in 
soils of 1 or 2 mm. size. It appears probable then that considerations of sampling 
alone should decide whether grinding is necessary. If it can be dispensed with, 
a considerable saving of time will result in routine determinations. 

Another change which makes for greater convenience is to omit the 1 -minute 
shaking. The K2Cr207 solution is added to each flask (24 is a suitable number 
for a batch), then acid to the first flask, and this after one or two shakes, is set 
aside while acid is added to the next. When the acid has been added to the last 
flask, the first is ready for dilution and titration. No appreciable differences 
have been observed with times of standing varying between 5 and 40 minutes. 

Other indicators have been suggested for the titration including o-phenan- 
thxoline (1, 4) barium diphenylamine sulfonate (1), and phenylanthranilic 
acid (12). After these were tried, the conclurion was reached that preference 
for any one is largely a naatter of personal taste. In a survey of some 300 Aus- 
tralian soils no sample was foimd in which the end point could not be recognized 
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to within 1 or 2 drops of diphenylamine. Snuth and Weldon (24) prefer to add 
excess ferrous ammonium sulfate and back titrate with KMnO<; Novdk and 
Pelisek (18) do likewise but back titrate with KsCtjOt. 

It will be seen that by the combined effect of u^g 100 per cent HaSO^, 3 N 
NaaCrjOr, and AgaS 04 , it might be possible to raise the recovery of carbon in 
many soils by some 5 per cent or more. There can he no doubt, however, that the 
inconvemence would outweigh the advantages. Substantial increase in re- 
covery can probably be achieved only by increasing the time and temperature 
of digestion. Suitable procedures already exist embodjdng these refinements 
(23, 29). This fact having been realized early, the aim of subsequent inves- 
tigations was to examine the magnitude of the causes of variation rather than to 
attempt to eliminate them. Variations due to several inorganic nytdimng and 
reducing agents, however, can be eliminated by appropriate modifications of the 
method. 


EFFECT OF SOME INORGANIC CONSTITUENTS 

Calcium carbonate 

The fact that CaCOs is without influence in titrimetric methods has always 
been one of the strongest arguments in favor of such methods, particularly 
for the examination of highly calcareous soils deficient in oi^anic matter, where 
the complete removal of the carbonate prior to dry combustion is tedious and 
(fifficult in many instances. Even when a 10-gm. sample of soil containing 50 
per cent CaCOj is taken for analysis, only about 5 gm., or one seventh, of the 
total amoxmt of H ^04 is utilized in neutralization. This diminution in strength, 
as was shown earlier, is not sufficient to affect appreciably the intensity of attack 
on organic matter. Any slight effect is probably more than compensated by the 
slightly increased temperature due to the neutralization reaction. The un- 
importance of CaCOj has been proved by adding 5 gm. CaCO» to a number of 
soils prior to determining the carbon content. The increases in recovery over 
those for the untreated soils did not exceed 2 per cent. Successful trials of the 
method on large numbers of calcareous soils have also been conducted. 

Chlorides 

The disturbing effect of soluble chlorides has been examined in detail and 
reported elsewhere (31). It was ^own that the reaction between the dichromate 
and the chloride proceeded in such a way that the former was reduced quantitar 
tively, thus permitting the accurate application of a correction factor. Tbs' 
correction consists in subtracting one twelfth of the chlorine content from the 
apparent carbon content. (I atom C = 4 atoms Cl, and 12.0/4 X 35.6 ^ 1/12). 
It was found to be valid up to a C1:C ratio of 6:1. 

Alternatively the oxidation of the chloride can be prevented by using H 1 SO 4 
contiuning 25 gm. Ag ^04 per liter for the digestion. Mercuric oxide and mer- 
curic sulfate were found equally effective. The latter has also been found 
satisfactory for immobilizing chlorine in nitrogen digestions (17). Ratios of 
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C1:C up to 5:1 have been encountered in a series of marine swamp soils near 
Adelaide, South Australia. Their analysis showed that when the correction 
factors were applied, the correlation with dry combustion figures wa|tas high 
as for other groups of nonsaline soils. ^ 

Higher oxides of manganese 

The forms in which the higher oxides of manganese exist in the soil are not 
known. Recent x-ray diffraction studies (8, 16)® have shown that there are 
four or five different modifications of the oxide approximating to the formula 
Mn 02 , apart from several modifications of that approximating to the formula 
MnaOs, as well as Mn 304 . Many of the oxides show a deficiency of oxygen; for 
example, the higher oxides show a departure from the stoichiometric formula 
MnOn where w = 2. Thus though it appears that p 3 nrolusites, whether natural 
or artificial, have values of n very close to 2, yet for certain other oxides prepared 
in the wet way, n may be as low as 1.7 or 1.8 and stiU retain the same structure 
as an oxide for which n = 1.97. Such low values may be due to absorbed man- 
ganous ion, or to an actual defect of oxygen in the lattice, or to both. In any 
event the oxygen readily available (“active oxygen”) is probably n— 1 atoms of 
oxygen per atom of manganese. 

Besides differences in crystal form and content of active oxygen, large dif- 
ferences in reactivity are found. D’Agostino (6) showed that there were big 
differences between the rates at which different oxides reacted with acidified 
oxalic acid, his method being to measure gasometrically the rate of production 

of CO2, . Still bigger differences in have been found by Wadsley and 

W alkley* in an examination of a number of ores and chemically prepared manganese 
oxides, the highest value for an ore being about 30 times that for the most slowly 
reacting ore, and the hipest value for a chemically prepared oxide being about 
five times greater again. There is no obvious correlation between reactivity 
and structural t 3 rpe. It seems probable at present that surface area is the chief 
factor re^onsible, thou^ lattice imperfections and defects also doubtless play 

There seems no reason why all the structural forms found in ore bodies should 
not occur in soils. But what is probably more important, the range of reac- 
tivities (D’Agostino values) encountered in natural and chemically prepared 
samples could almost certainly occur in soils. Such a range of reactivities 
would be quite sufficient to account for the differences in the percentage of total 
manganese reduced and leached from various soils by buffered quinol solutions 
(14). 

When MnOa and KaCri 07 are heated with an ozidizable substance in the 
presence of an acid, the two oxidizing agents compete with each another, and 
the proportion of the total oxidation effected by the MnOa depends on its re- 

• Cole, W. F., Wadsley, A. D. and Walkley, A. Unpublished work, 1946. 

* Wadsley, A. D. and Walkley, A. Unpublished work, 1946. 
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activity. Thus even if the active oxygen content of the soil were known ac- 
curately, it would not be possible to correct for it. This difference in behavior 
of different oxides is well shown in the results (table 1) of several experiments 
where samples of oxides in amounts equivalent to 0.200 gm. Mn02, were added 
to 0,040 gm. sucrose and digested as usual. After dilution with water the digests 
were filtered through sintered glass to remove imattacked oxide, and the filtrate 
was titrated with FeS04. Determinations were also conducted in the absence 
of Mn02 to serve as standard. The amoimts of K2Cr207 and Mn02 were suf- 
ficient for each to oxidize all the sucrose completely even if the other were absent. 
Clearly the rate of attack by the first three ores is so slow that the sucrose is 
osddized almost entirely by the K2Cr207 and only the artificial oxide plays any 
important part. The correspondence between the figures in the last two columns 


TABLE 1 

Fraction of sucrose oxidized by samples of MnO^ of different origins 
0.200 gm. MnOs added to 0.40 gm. sucrose 


OBIGIS OV OXXDE 

MINSSAL COlfPOSmON* 

s’aoostino 

— 

PEXCENTAOE 
OF SnCKOSB 
OXmZZBD BX 

MnOs 

Gold Coast ore 

7 Mn 02 mostly; some pyro- 

0.14 

<1 


lusite 



Western Australian ore 

Cryptomelane 

0.19 

<1 

South Australian ore 

Pyrolusite 

0.48 

<1 

New Zealand ore 

7 MnOf and cryptomelane 

2.0 

6 

Chemically prepared oxide 

Unknown oxide with layer 

8.0 

49 


lattice structure 



Chemically prepared oxidet 



21 


* See text footnote 3. 
t See text footnote 4, 

t Same sample as preceding, but only 0.100 gm. MnOs added. 


suggests that the D’Agostino value gives a good indication of the amount of 
disturbance in the method likely to be caused by any one type of Mn02. The 
most reactive type represented here may perhaps correspond to the freshly 
precipitated soil manganese which is in circulation, which readily takes part 
in oxidation reduction reactions, and which is therefore of significance in the 
nutrition of the plant; whereas the least reactive types may correspond more 
to the inert reserve material. In normal soils the amounts of such readily 
reducil)le oxide will certainly be small, and even in highly manganiferous soils 
it does not seem likely that there would be more than a small fraction of the 
whole present in this state. It is contidered that the average reactivities of the 
oxides m any one manganiferous soil is more likely to be nearer those of the 
first four samples, and therefore with the ratio MnOi to carbon existing there 
(8.5:1) the error in the carbon determinations would be only 0 to 6 per cent. 
The highest ratio reported in the Waite Iixstitute collection of Australian soils 
was 0.8, the soil in question (a basaltic red loam from Queensland) having the 
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most serioTis quinhydrone error of a mimber examined by Best (3). The re- 
covery of carbon was 72 per cent, which is not abnormal, and subsequent ex- 
amination of a series of 30 similar soils confirmed that the magnitude of the 
error was versr small in aU instances. The method has been reported (32) suc- 
cessful on a variety of Hawaiian soils, though no mention was made of whether 
these were the hi^ly manganiferous soils. 

If large quantities of very reactive oxides should be encountered, their effect 
can readily be annulled by a preliminary treatment with FeSOi. Such active 
oxides react rapidly with cold acidified N FeSO^, and their amount can thus be 
determined by a preliminary titration. Two milliliters HiPO*, 5 ml. of water, 
and 1 ml. indicator are added to the soil, followed by suffident N FeSO* to ®ve 
an excess as judged by the color of the indicator (6 ml. will usually suffice). 
The mixture is allowed to stand with an occasional drake for 10 minutes and the 
excess FeSO« is titrated with KjCrsOr. The amount of FeSOi oxidized by the 
MnOs, as determined by this titration, is then added to a fresh sample of soil 

TABLE 2 


Effect of PeSOt in removing dieturbance due to reaohve ilnOt in carbon determiruitiotla 



MnOs 

c 

CASBONCONXEm 

FOtTND 



per cent 

Soil alone 



Soil plus chemically prepared oxide 

10 


Soil plus chemically prepared oxide, with FeS 04 pre- 



treatment 

10 


Soil plus Gold Coast ore 

10 


Soil plus Gold Coast ore, with FeSOi pretreatment 

10 

1.09 


together with 2 ml. HtFOi. After standing about 5 minutes, most of the MnOi 
will have dissolved, and what remains may be nej^ected. Ten milliters N 
KaCraOr is then added and the digestion conducted as usual. 

The effectiveness of this ample method of pretreatment is clearly shown 
in table 2. Soil samples to whidh 10 per cent of reactive and 10 per cent of 
unreactive oxides had been added were digested with an without FeSO* pre- 
treatment. The results also dhow that the pretreatment, though effective, 
is unnecessary for such unreactive material as Gold Coast ore. 

Reduced iron 

There can be no doubt that soluble ferrous compounds, if present, will lead 
to high results. The only question at issue is the prevalence of such compounds 
(9). Lee (13), in a study on the utility of rapid titration methods in paddy soils, 
quoted results which show that in gleied subsoils the results may be very 
He used Tiurin’s CrO* method and Istsoherekov’s (10) KMnOi method. In 
these hormms he found that the ferrous iron, as shown by Morgan’s rapid ap- 
proximate method (16), was also hi^. He ri^tly pointed out that lack of an 
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adequate method makes it impossible to distinguish reduction due to organic 
matter from that due to ferrous salts or to any other reducing agents. The 
same reasons prevent the application of any accurate correction. 

A considerable number of swamp soils from dijfferent parts of Australia have 
been examined by this method and found to give normal recovery figures. In 
aU instances the samples were air-dry. Had they been examined straight from 
the field the results might well have been different. Some of these soils were 
from marine swamps (already referred to) which were covered by the tides 
daily; others were from fresh-water swamps. In some instances the fresh sam- 
ples smelled strongly of HaS. In spite of this, air-drying for a day or two ap- 
parently allowed oxidation to occur to such an extent that the recovery figures 
aU fell within the range of normal agricultural soils. The results of determina- 
tions by the method on a wide variety of soils and subsoils have made it quite 
obvious that the amounts of soluble ferrous compounds in air-dried samples are 
usually trifling compared with the content of organic carbon. ^ 

Elementary carbon. 

It is convenient to treat elementary carbon among the various inorganic 
components, for like them, and unlike soil organic matter, it is not universally 
present. Moreover, it has long been recognized as a source of disturbance in 
methods for determining the organic matter. As with the manganese oxides, 
the magnitude of the disturbance due to carbon depends on its reactivity. Riley 
(20) has examined the rate of oxidation of different forms of elementary carbon 
by means of CrO«— H8PO4 and CrOs— H2SO4 mixtures and has shown that the 
rate of attack depends not only on the surface area, but algo on the nature of the 
carbon, the most highly graphitized forms reacting most quickly. He has 
produced evidence which su^ests that the accessibility to the chromic add of 
the hexagon layer surfaces of the graphite crystallites is reduced by the presence 
of hydrogen or residual hydrocarbons which are bonded to these surfaces. The 
higher the carbonization temperatures, the less of these bonded materials will be 
present. 

The results of some determinations by the soil digestion method on a few 
samples of elementary carbon are shown in table 3. The samples are merely 
finer than 70 mesh and so are not necessarily comparable in surface area. 

The last sample, although the most highly graphitized, had a lower recovery 
than most of the others. This may be accounted for by the fact that it was the 
coarsest of all, flake graphite being always diflSicult to grind. Oxidation of this 
sample stopped at the graphite oxide stage, as could be readily detected by 
filtering the residue and then washing and warming it, when the swelling reaction 
typical of such lamellar compounds occurred. 

It is clear that the recoveries are in aU instances much less than those foxmd 
for soil organic matter. When a sample of the wood charcoal listed in table 3 
was added to soil of known carbon content and both were digested together, 
the recovery of charcoal carbon was even less, being only 6 per cent. As the 
composite soil contained 1.4 per cent organic carbon and 3.9 per cent charcoal 
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carbon, the dry combustion method would have indicated 5.3 per cent total 
carbon. On the other hand, the carbon content as revealed by the rapid ti- 
trimetric method was 1.6 per cent (using a multiplying factor of 1.3). The 
method has thus discriminated well between the two varieties of carbon. Soils 
rich in elementary carbon may sometimes be detected by their wide CiN ratio 
(in the foregoing instance 60:1) and sometimes by inspection of the coarse 
fraction. From Riley^s work it does not seem likely that forms of carbon more 
reactive than natural graphite need be considered. This is sometimes seen as 
shining flakes in soils derived from graphitic schists. 

If the oxidations are prolonged, the recoveries increase. The same sample 
of charcoal when digested by Tiurin’s method gave an 84 per cent recovery of 
carbon. Schollenberger^s digestion was not tried, but it is possible that the 
result would have been lower, for as Balfour et ah (2) showed, the optimum 
digestion rate occurs with acids between 70 and 90 per cent, whereas Schol- 
lenberger uses concentrated H 2 SO 4 . Allison ( 1 ) has quoted an example to show 


TABLE 3 

Recoveries of several varieties of elementary carbon by soil digestion method 



CAXBOK COMIENT 

CAXBOK XSCOVBK'2 

Bituminous coal 

per cent 

78 

per cerU 

11 

Gas coke. 

93 

2 

Wood charcoal 

79 

11 

Natural microcrystalline graphite (Queensland) 

88 

10 

Natural fiake graphite (^outh Australia) 

94 

4 




that his modification of SchoUenberger’s method discriminates between organic 
carbon and that in the fonn of cinders and coal, thou^ the actual amoimts of 
such materials present are not stated. 

CONCLUSIONS 

It has been shown that differences in conditions of digestion and in streAgth 
of reagents are chiefly of importance insofar as they determine the final tem- 
perature attained. The concentration of H2SO4 is of importance, but the con- 
centration of K 2 Cr 207 is not. Boiling the 2:1 H 2 S 04 :K 2 Cr 207 mixture with the 
object of attaining a constant and reproducible temperature is not permisable, 
but the reproducibility required to tie up results obtained over a period of time 
can be achieved by the inclusion of a standard soil in each batdx of analyses. 

The effect of CaCOs can be neglected, and that due to soluble chlorides can be 
readily allowed for. The effects due to reduced iron, higher oxides of manganese, 
and elemental carbon cannot be allowed for, but evidence has been presented 
in each instance which shows either’ the unimportance of the error or its probable 
k limiting magnitude. A modification of the method can be used to eliminate the 
effect of the manganese oxides in the few instances where this may be neces- 
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gary. The main causes of vaxiatioiL in the recovery factor are thus not any of the 
foregoing, but are undoubtedly to be found in the variable nature of the soil 
organic matter itsdf. 

struaiABY 

The causes of variation in the recovery factor of the Walkley-Black method 
have been separated into three groups, two of which are discussed here. 

In the first, the magnitude of the effects due to strength of H2SO4 and of 
K2Cra07,-to time and temperature of digestion, and to addition of catalysts, 
has been investigated. 

In the second, the effects of CaCOs, soluble chlorides, higher oxides of Mn, 
reduced Fe, and elementary C have been critically examined. 

Several of the causes can be eliminated or allowed for. Where this is not 
possible, the errors can be shown to be unimportant in most instances. 
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MEASUREMENT OF THE OXIDATION-REDUCTION POTENTIALS 
OF NORMAL AND INUNDATED SOILS 


A. QUISPELi 

Zuiderzee Reclamation WorkSf Kampen, Holland 
E«ceiYed for publication, September 2fi, 1946 

Many investigators have measured the oxidation-reduction potential of soils 
by very different methods. For the most part, the redox potential has been 
measinred in soil suspensions. Yet it is commonly observed that the use of sus- 
pensions and of extracts of soil yields unreproducible data because of a very 
inconvenient negative drift of the potentials measured at the electrodes. More- 
over, the results, being mainly the expression of certain chemical characteristics 
of the soil, rarely reflect the aerobic or anaerobic condition. As a result, the 
carrying out of measurements in undisturbed soils has come to be preferred. 
Starkey and Wight (4) recently reviewed the methods used by previous investi- 
gators and also described a method by which the redox potential could be 
determined in the field at great depths. 

In attempts to measure the potential of freshly reclaimed soils of the Zuiderzee 
and of soils flooded with salt water during the war in the southern part of Holland, 
many diflBiculties were encountered. As the most recent literature on this sub- 
ject was not available, it was necessary to develop a new method for the measure- 
ment of the redox potential of soils. Subsequently, when this method was com- 
pared with the most recent method used by Starkey and Wight (4), certain 
essential differences appeared. It seems worth while, therefore, to publish the 
details of our own method, together with its theoretical basis. When this method 
was applied to soils flooded with water during the war, some very interesting 
data, which gave some insist into the factors influencing the redox potential of 
soils, were obtained. 


THEORETICSAL CONSIDBKAinONS 

The redox potential of a soil is determined by the antagonistic influence of 
reducing substances and oxygen. This is well illustrated by the following 
experiments: 

During an investigation of a strongly reduced black clay from the polder “Urkerland,'' 
a 1:10 suspension of the soil was made and distributed in a series of glass tubes of large dia- 
meter. In these tubes the pH of the suspensions was altered by the addition of either 
HsSOi or NaOH. After the suspensions had settled, the Eh and the pH were measured in 
the sediment and in the clear supernatant liquid. The relation between Eh and pH is 
shown in figure 1. Almost identical curves were obtained by determining the relation be- 
tween Eh and pH in a 1 : 10 suspension of kaolin in which FeS had been precipitated (100 gm. 


1 The author expresses his sincere thanks to G. W. Harmsen and W. R. Domingo, Micro- 
biologist and son scientist respectively, of the laboratories of the Zuidersee Reclamation 
Works, for many valuable suggestions, and to R. Y, Stanier for his kind help with the 
translation of tlds article. 
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kaolixLi mgzn. FeSOi, 400 mgm. Na^S in 200 cc water). Here, too, the suspension was 
made acid with HsS 04 and alkaline with NaOH. The rise in the curves of the supernatant 
liquid between pH 6 and 7 must have been produced by FeS, which forms the more soluble 
HaS in acid medium. In consequence, the capacity of S“ in the liquid is greater in licid 
medium than in alkaline medium, so that another redox potential is observed. In the 
sediment, where the concentration of oxygen can be disregarded in view of the much greater 
concentration of the sulfide, the potential is determined by the sulfide alone and, in con- 
sequence, is independent of its concentration. In these experiments the potentiometric 
results could be confirmed by colorimetric observations with 2-6-dichlorophenol-indo- 
phenol, one of the few dyes not fully absorbed by soil. 



Fig. 1. Eh and pH in a 1:1 Suspension op a Reduced Soil pbom the 
Polder “Urkbrland'* Measured with Bright Platinum Electrodes 


The pH was changed with HsSOa and NaOH. 

X X Measurements in the sediment. 

^ ^ Measurements in the clear supernatant liquid . 

Eh-pH relation of 2-6-dichlorophenol-indophenol. 

From these experiments the conclusion may be drawn that in soils containing 
FeS the potential is mainly determined by the mutual relation between the 
capacity of oxygen and the capacity of sulfide ions. In other soils the presence 
of reducing organic substances and bacteria may be equally important. Of 
course, the equilibrium between these reducing substances and oxygen is very 
unstable. Every disturbance of the equilibrium, either by changmg the con- 
centration of oxygen or by chan^ng the activity of the reducing substances, 
must, therefore, be avoided. In consequence, the measurement of the redox 
potential should be made either in the field or in a sample of the soil brou^t to 
the laboratory in an undisturbed condition. Since the introduction of the 
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electrodes in itself produces a disturbance of the soil equilibrium, one should wait 
until equilibrium has become re-established before measuring the redox potential. 

When no reducing substances are present and the soil is well aerated, the po- 
tential will be mainly determined by oxygen. As there is no reason to assume 
the presence of well-poised redox systems in all kinds of soils, the chief problem in 
determining redox potentials of many soils may be that there are difficulties in 
obtaining acciuate measurements, for there may be potential changes during 
sampling. In such systems the following difficulties (3, pp. 20-24) are 
encoimtered: 

1. The reaction Cs + 2H*0 -f 4e 40H“ is very slow and is not catalyzed by 
bri^t platinum to a degree that would maie possible the manifestation of a 
stable potential at the electrodes. 


TABLE 1 


Redox potentials of poorly poised and of well-poised solutions and of soil suspensions as 
measured with dedrodes of bright platinum and of platinized platinum 
Eh in millivolts 



DISTILLED 

WATER 

1 


P 

pi 

II! 

fie 

go ^ 

ASCORBIC 

1 

percent 

SUSPENSION 

AERATED 

son. 

SUSPENSION 

REDUCED 

SOIL 

pH, glass electrode... 

5.24 


9.24 

3.97 

■ 


3.43 


7.58 

7.45 

Eh, bright Pt 

im 

436 

402 

628 

704 

346 

344 

329 

510 

23 

Eh, bright Pt 


437 

400 

657 

697 

350 

342 

329 

425 

-36 

Eh, bright Pt 


473 

423 

696 

704 

321 

337 


661 

46 

Eh, black Pt 

736 

665 

456 

799 

710 

586 

337 

325 

493 

27 

Eh, black Pt 

730 

671 

446 

793 

710 

600 

337 

326 

494 

30 

Eh. black Pt 

732 

673 

450 

800 

712 

589 

340 

329 

499 

28 


2. Electrodes of platinum do not behave as indifferent electrodes when 
measuring high potentials of oxygen, as it has been shown by many authors that 
the surfaces of the electrodes are covered by a very thin layer of oxides. This 
layer is of no importance when measuring the redox potential of solutions suffi- 
dently reducing to dissociate the ions of the platinum. Nor does it cause 
trouble when a redox S 3 rstem with a sufficiently poisu^ capacity is present in the 
solution. On the other hand, in aerated suspensions in which poising systems are 
lacldng, the potentials measured at electrodes of bri^t platinum are much too 
low and are poorly reproducible. It mi^t be expected that the potential in 
poorly poised solutions would be more easily measured with electrodes of plati- 
nized (black) platinum, dnce the reaction velocity of oxygen is catalyzed by the 
presence of black platinum. 

Table 1 presents a series of measurements performed with electrodes of black 
platinum and electrodes of br^t platinum in solutions with a different poising 
capacity. All measurements were performed in open beakers. The electrodes 
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were platinized in the manner described below. The redox measurements were 
made with a Coleman potentiometer and the pH measurements with a glass 
electrode and the same apparatus. 

It is evident that the results with electrodes of black platinum are more nearly 
reproducible than are those with electrodes of bright platinum. Furthermore, 
the potentials measured with electrodes of bright platinum are, for the most part, 
far lower than those measured with black platinum, thou^ even the latter poten- 
tials are lower than the theoretical values. The relation between Eh and pH as 
measured with black electrodes agrees fairly well with the theoretical 0.06 relation. 
Furthermore, it appears from table 1 that the reproducibility of the measurements 
with electrodes of bright platinum is increased when well-poised redox systems 
are present in the solution. In such instances the measurements with bri^t 
platinum reach the same level as the measurements with black platinum. The 

TABLE 2 

Redox potentials of tap water as measured with electrodes of bright and of platinized platinum 
which were treated with KHnO^t tap water, or ascorbic add previous to the 

measurement 
Eh in millivolts 


Pixvious XRZAXimsT wns 

KMnOi, Ons psx cent 

XAP WAXES 

ASCOKBXC ACID, 0.1 
PESCBNT 

Tm or ELECXKODE 




Black 

Bright 

Black 

Interval between introduction of 
electrode and measurement 

15 minutes 

833 

950 

514 

684 

448 

602 

45 minutes 

792 

872 

504 

666 

442 

656 

2 hours 15 minutes 

732 

784 

506 

651 

436 

657 

4 hours 15 minutes 

698 

712 

473 

636 

411 

643 

20 hours 

666 

619 

491 

610 

405 

617 


two observations in soil suspensions show definitely that here, too, the use of 
black electrodes is preferable, particularly when well-aerated soils are being tested. 
This was to be expected, as the solubility of iron ions (one of the most important 
poidng systems in soils) increases when the pH and the Eh decrease. The 
superiority of black electrodes, therefore, will be most pronoxmced in alkaline 
and well-aerated soils. 

It is a well-known fact that the potential measured with electrodes of bright 
platinum in poorly poised solutions is greatly influenced by the potential pre- 
viously measured. With platini^ electrodes this difficulty is eliminated, since 
the surface of the electrodes can be constantly renewed by replatinization. 
Moreover, the effect of previous measurements is less pronoimced with black 
electrodes. Table 2 presents measurements of the redox potential of tap water 
with both types of electrode subjected to a previous treatment with oxidizuig or 
reducing substances. 

It is evident that the platinized electrodes are much less adversely affected 
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than are the bright electrodes by previous use in solutions containing oxidizing 
or reducing substances, for after only 20 hours the three black electrodes showed 
the same potentials, while the three bright electrodes stOl differed by 261 milli- 
volts. (The gradual decrease of the potential, even in the control, is caused by a 
real decrease of the potential of the poorly poised water, not by an alteration of 
the electrodes.) 

The data in tables 1 and 2 show clearly the superiority of black electrodes when 
measuring potentials in poorly poised systems. Though black electrodes give 
reproducible results, the results obtained with bright electrodes are often entirely 
a fimction of the oxides on the surface of the platinum. The potentials of many 
soils are much better poised than those of tap water. It is useless, therefore, to 
test the electrodes in solutions of quinhydrone prior to making soil measurements, 
as recommended by Bradfield et al. (1). The electrodes must be tested in solu- 
tions less well poised than the soil, not in solutions better poised. We often 
observed that electrodes of bright platinum cleaned by heating to redness in an 
alcohol flame and showing the correct potential within an accuracy of 1 millivolt 
in solutions of quinhydrone gave potentials differing from one another by more 
than 100 millivolts in poorly poised solutions and in certain soil suspensions. 
Only those electrodes which give reproducible results in poorly poised solutions 
(for example tap water) will give reliable results in all kinds of soils. Thus, in 
practice, only platinized electrodes are satisfactory. 

METHOD OF MEASURING OXIDATION-RBDUCTION POTENTIALS OF SOILS 

The following method, based on the conclusions reached in the preceding sec- 
tion, was used for measuring the redox potentials of soils: 

When the oxidation-reduction potential cannot be measured in the held, the soil should 
be brought to the laboratory in an undisturbed condition. This can be done with the 
apparatus shown in figure 2. The hollow cylinder A, which is sharpened at the lower end, 
is driven into the soil . Then the soil surrounding the cylinder is excavated and the cylinder 
containing the soil is removed and carefully closed at the bottom with the piece of rubber 
B, which is held firmly against the cylinder by the strong springs C. Though in this way the 
soil can be removed without much disturbance, the procedure is still far from ideal; con- 
sequently, the measurements of redox potentials should be made in the field, if possible. 

Platinum wires 0.5 mm. thick and 2 cm. long, which have been melted into glass tubes 
0.5 cm. in diameter, are used as electrodes. The length of the wire protruding from the 
glass is dh 1.5 cm. Contact with the copper wire leading to the potentiometer is made by 
soldering as recommended by Buehrer et cH. (2). The electrodes are platinized in the 
usual way by putting them, as the cathode, into a solution containing 2 to 3 per 
cent HsPtClft and a trace of lead acetate. As the anode, a piece of platinum is hung into the 
solution. The poles are connected with a 4-volt battery for 5 minutes, after which the 
electrodes are rinsed with water and put into a solution of 3 per cent HsSOi and connected 
to the battery as before, the current being allowed to flow 2 minutes. 

After platinization, the electrodes are kept in distilled water for 24 hours. Before use 
they are himg close together in a beaker containing a buffer solution, and the Eh is meas- 
ured at each electrode. It was found that usually the potentials did not differ from one 
another by more than 10 millivolts. Electrodes showing potentials differing more than 
20 millivolts from the mean value were rejected. 

After use in the soil, the electrodes must be replatinized. This is done by placing 
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them, as the anode, in a solution of 2 to 3 per cent H|PtCl« for 6 minutes, after which they 
are platinized as previously described. 

A glass tube of the same diameter as the tube of the electrode is first put into the soil, 
and the electrode is then inserted in the hole thus produced. Then the electrode is pushed 

1 cm. farther into the soil, in order to establish a good contact. The soil surrounding the 
electrode is lightly pressed against it to prevent diffusion of oxygen between the glass of 
the electrode and the soil particles. The redox potential of the soil is usually measured 

2 days after the introduction of the electrodes. The potential is measured against a 
saturated calomel electrode, using a portable vacuum-tube potentiometer^ (Coleman) . 



Fig, 2. Apparatus fob Sampmng Soil in an Utoistubbbd Condition 
Seen from above and in longitudinal section. Explanation in text. 


PRACTICAL APPLICATIONS 

Aerobic soils 

On an experimental field of the polder ^‘Urkerland,’’ consisting of a wdl- 
aerated sandy day, eight soil samples were taken in the cylinders diown in 
figure 2. In each cylinder two electrodes of platinized platinum were inserted to 
a depth of 10 cm. From dght additional soil samples taken from the same 
places, chloroformed 1 : 1 suspendons in water were prepared (the chloroform was 
added to prevent a negative drift due to bacterial activity) . In table 3 the redox 
potentials measured on the ei^t spots in situ and in suspensions are compared. 
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These results are lypical for well-aerated soils. Most of the potentials meas- 
ured in situ were much hi^er than the potentials of the suspensions. 

Potentials were also measured of suspenaons of the same soil after the air had 
been removed by aeration with purified nitrogen. The following potentials 
were found in six chloroformed suspensions: —250, +28, —122, —122, —197, 
+4. Though the reproducibility of these measurements is kr from ideal 
(probably because of an unequal removal of oxygen), it is evident that, even in 
this well-aerated soil, highly reducing conditions may be obtained solely by the 
removal of oxygen. 


TABLE 3 


Redox 'potential measured on eight spots of an experimental field of the polder ^*Urkerland*^ 
On each spot the potential was measured in situ (with two platinized electrodes) and in a 
chloroformed 1:1 suspension (with one platinized electrode) — ^Eh in millivolts. 


Sahflb 

1 

B 

3 

4 

5 

6 

7 

8 


708 

766 

495 

720 

761 

710 

714 

823 

JUlXi vTv oKlv \ 

708 

731 

596 

766 

783 

659 

719 

802 

Eh in suspension 

605 


595 

555 

676 

683 

583 

69 


TABLE 4 

Redox potential measured on eight spots of a field on the Isle of Sehouwen 6 months after 

inundation 

On each spot the potential was measured in situ (with two platinized electrodes) and in 
a chloroformed 1:1 suspension (with one platinized electrode). Spots 1, 2, 3, and 4 were 
on a dry part of the field; spots 5, 6, 7, and 8 were on a somewhat wetter part of the field— 
Eh in 3Daillivolts. 


Saupix 

1 

2 

3 

4 

5 

6 

7 

8 


676 

529 

715 

685 

557 

645 

602 

449 

xLiu %n siiu \ 

707 

615 

686 

620 

510 


108 

493 

Eh in suspension 

144 

164 

154 

160 

171 

171 

188 

194 


When the percentage of reducing substances is increased, the effect of small 
deficiencies in aeration may be very pronounced, though the potentials of a well- 
aerated soil may be as hi^ as those of normal soils. This effect was observed 
during the measurement of the redox potential of a soil from the Isle of Sehouwen 
that had been flooded with salt water during the war but had become dry again in 
the summer of 1946. In October 1946, eight samples were taken in cylmders, 
four from dry well-aerated soil on the higher part of a field between two drains 
and four from the lower, wetter part of the same field over a drain. From the 
same places aerobic, chloroformed 1:1 suspensions were also prepared. The 
potentials measured are summarized in table 4. 

It is evident that the average redox potential of the wet spots is lower than the 
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average of the dry spots; and further, that in the soil suspensions the redox po- 
tential is far lower than that measured in situ. It appears that the difference 
between the potentials of the two groups of soils in situ is caused entirely by a 
difference in aeration, as in the suspensions the potentials at the spots over the 
drains are actually somewhat higher than the potentials at the spots between the 
drains. Our conclusion is that the redox potential of well-aerated soils is de- 
termined mainly by the degree of aeration and that the quality of reducing sub- 
stances is important only in so far as it influences the effect of de-aeration. 

Anaerobic soUs 

Flooding of many parts of Holland with salt water during the war provided an 
excellent opportunity for a study of the redox potentials of higUy reduced 
soils, especially on the Isle of Walcheren. On this island, which was subjected to 
the tidal movement of the sea water, thick layers of fresh sea silt became deposited 
in places, and, elsewhere on the same island, soil had been taken up by the water 
and redeposited at other localities (“removed soil’O- Most of these newly 
deposited layers contained remarkably large quantities of sulfides, which gave 
them the well-known black color of reduced sohs, while the underlaying original 
soil was, in the main, much lighter in color. 

It appeared of interest to compare the sulfide concentration with the redox 
potential of the soil. The percentage of sulfides (monosulfides and polysulfides) 
was measured by a method* in which the soil is reduced with hcl and tin and 
the H 2 S evolved is titrated iodometricaUy. For technical reasons, it was impos- 
sible to measure the redox potential in the field, and again measurements had 
to be made in cylinders. This offered some difficulties when applied to soils 
still under water. Some of the most interesting results are summarized in table 5. 

From these observations the following conclusions may be drawn: 

The lowest potentials observed in these highly reduced soils have the value of Eh » db 
—200 to —250 millivolts. It must be Sissumed that the value —250 millivolts is the ap- 
parent reduction potential of certain highly reducing substances in the soil under strictly 
anaerobic conditions. This apparent reduction potential is very unstable, slight aeration 
being sufl&cient to give rise to higher potentials. These low potentials may be found in 
all kinds of soils, independent of the amount of sulfides, provided strictly anaerobic con- 
ditions exist. Of course, anaerobic conditions will be produced more rapidly, the higher 
the concentration of the sulfides. In practice, therefore, these low potentials can be most 
easily found in soils containing high quantities of sulfides. When strictly anaerobic 
conditions are produced by other factors, potentials of —250 millivolts may be found 
even in soils containing no sulfides, as has been mentioned. 

During the first weeks following removal of the overlying water, the soils are still 
very wet and poorly aerated. Then they show a fairly reproducible potential varying 
between the limits —50 and +60 millivolts. Potentials of this magnitude could be ob- 
served in all kinds of soils independent of the amount of sulfides and the amount of humus 
(grassland). The often astonishing reproducibility of these potentials (in situ) gives 
rise to the supposition that the soils contain a reversible well-poised redox system with 
Eo' db 0 millivolts. 


* To be described elsewhere. 



TABLE 5 

Redox po^ntiale of soil of the Isle of Walcheren mecteured while flooded with sea water and 

after being drained 

Tho redox potential was measured in situ on four spots with two platinized electrodes 

(in cylinders) 


SOIL 

XnOB or 1IXA8USXICENT 

sz* 

DUCSD 

S 

WAZEK 

CON- 

TENT 


XSDOX POTSNTXAI. 

1 

2 

3 

4 

Silt 

While flooded 

percent 

0.864 

66,7 


mv. 

-240 

-219 

mv. 

-56 

tnv. 

-163 

-201 

mv. 

Some weeks after draining 




-25 

-15 

B 

-28 

-27 

-46 

-9 

2 months after draining 




4-98 

-12 

+114 

-174 

-207 

-26 

-20 

-9 

SUt 

While flooded 

0.315 

50.1 

7.98 

-247 

-229 

+68 

-176 



2 months after draining 
(low and wet spot) 

■ 

■ 


-14 

-17 

-20 

+9 

-15 

-15 

-24 

-24 

2 months after draining 
(aerated spot) 

1 

■ 


+608 

+110 

+ 1 


+168 

+296 

Bemoved soil 

3 weeks after draining 

0.053 

22.1 


+6 

-122 

+50 

-150 

+18 

+266 

+28 

-125 

3 months after draining 


19.6 

7.95 

-116 

-90 

1 


-261 

+356 

6 months after draining 


19.6 

7.30 

+564 

+583 

[Pi 

M 

+73 

-335 

Grassland 
covered by 
silt layer 

While flooded 




mm 

mm 


1 1 

-225 

-132 

Some days after draining 


41.9 

8.15 

+34 

-26 

+27 

-36 

-21 

+13 

-140 

+80 

2 months after draining 


29.3 

5.40 

+501 

+513 


+224 

+544 

+549 

+603 

Grassland not 
covered by 
silt layer 

Some days after draining 



8.15 

+2 

+18 

-26 

-13 

-26 

+10 

-10 

+1 

2 months after draining 


25.6 

5.80 

m 

+621 

+615 

+669 

+709 

+671 

+626 

Arable land 
covered by 
silt layer 



29.8 

7.95 

+23 

+5 

-72 

-4 

+50 

-12 

-24 

-15 

2 months after draining 


29.6 

7.40 

+23 

+109 

+46 

+38 

BBS 

+74 

+75 


• S in dry soil, t Per 100 gm. soil. 


273 





































































274 


A. QUISPEL 


TABLE 5 — Continued 


SOIL 

TnfT OF USASnSEUENT 

re- 

duced 

s 

WATER 

conr- 

TENT 

pH 

REDOX POTENTIAL 

1 

2 

3 

4 

mv, ~ 

Arable land 
not covered 
by silt layer 

While flooded 

per cent* 

gmf 

7.95 

mv, 

-111 

mv. 

-47 

-21 

mv. 

Some days after draining 



7.95 

-90 

+40 

+36 

+44 

+30 

+28 

-9 

+32 

2 months after draining 


25.5 

7.40 

+629 

+648 

+398 

+337 

+392 

+339 

+387 

+98 

Arable land 
covered by 
removed soil 

3 weeks after draining 

0 

1 

19.5 


+56: 

+93 

-35 

+66 

-32 

+85 

+47 

-105 

3 months after draining 


17.1 

7.17 

+235 

+592 

+452 

+618 

+419 

+606 

+597 

+401 


* S ia dry soil, t 100 gna. soil. 


During the further aeration and drying of these soils, the measurements in situ often 
cannot be readily reproduced. This is to be expected, since there is not uniform aeration 
throughout the soils. Sometimes potentials observed after some months of drying were 
lower than those observed immediately after the water was pumped out. This might 
have been due to aeration by the passage of the oxygen-containing water layers during 
the pumping out of the water. During the drying of the soils, lumps of clay are formed 
in which the diffusion of gaseous oxygen is difGicult, and again anaerobic conditions 
develop. 

It might be expected that the velocity of the aeration would depend on the 
concentration of the sulfides and other reducing substances. At first sight, 
the measurements seem to meet this expectation, since silt^ with the highest 
concentration of sulfides appear to be more gradually aerated than the original 
soils, and silt layers even seem to retard the aeration of the imderlying soil. 
A close examination of the results, however, shows that the concentration 
of the reducing substances cannot have been the only factor governing the 
aeration of these soils. The slow aeration of the silt layers may have been caused 
mainly by the compact structure of these fresh deposits, bn many instances, 
the upper layers of silt still were strongly reduced while the underlying soil 
was already fairly well aerated. 


Cmdusums 

The number of observations is much too small to give a good impression of the redox 
potentials of the soils studied. Because of the great variance between the measurements 
in situ, it would be necessary to make many more measurements on every type of soils 
than has so far been possible. When technical means are available for measuring the 
redox potential in the field, rather than in a limited number of cylinders, there will be 
no reason to restrict the number of measurements to eight. The measurements made 
do, however, provide some information about the factors which determine the oxidation- 
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reduction potential of a soil. It may be concluded that the main factor governing the 
redox potential of a soil is the degree of aeration, though of course the concentration of 
the reducing substances is highly important also. It is not surprising that most authors 
who have worked with suspensions of soil have concluded that the measurements of ox- 
idation-reduction potentials fail to give any indication of the aerobie or anaerobic char- 
acter of the soil. For example, Willis (5) has said: **, . .it does not seem possible to 
define the terms aerobic and anaerobic narrowly in terms of potential/’ On the other 
hand, measurements of the redox potential in situ give a reliable impression of the 
aeration level of the soil. The potentials then measured appear to be greatly influenced 
by the water level and by the structure of the soil. In suspensions, the potential is 
determined only by some chemical properties of the soil. 

When the observations are converted to rH, the limits of the redox potentials 
in soil can be defined as rH = 40 and rH = 7. 

SXJMMABY 

Measurements of oxidation-reduction potentials of suspensions of a soil 
cannot give a true picture of the oxidation-reduction character of the soil. A 
true picture is possible only when the measurements are made in situ in the field. 

Electrodes of platinized platinum give better results than dectrodes of bright 
platinum, particularly in well-aerated soils. 

The oxidation-reduction potentials of well-aerated soils will be determined 
primarily by oxygen. Consequently the potential measured at the electrode 
will be lower than the actual potential of the soil. 

In more reduced soils, platinum electrodes will give more reliable results, 
because the concentration of soluble reversible redox-systems is increased. 

A method of measuring the oxidation-reduction character of a soil in situ 
in the field is described. 

Some applications of the method, particularly to soils that had been flooded 
with sea water, are described. It appears that the oxidation-reduction level 
of these soils was mainly determined by the aeration of the soil (water levd, 
water content, structure of the soil), thou^ the concentration of reducing 
substances was also very important. 

When the redox potential of a soil is detenoined in the field, it is possible to 
define the aerobic or anaerobic character in terms of the potential. 

The potentials observed in the soils studied varied between rH = 40 and rH = 7. 
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A LABORATORY PROCEDURE FOR DETERMINING THE FIELD 

CAPACITY OF SOILS 

E. A. COLMAN^ 

U. S. Department of Agriculture 
Received for pubUeation September 3, 1946 

Field capacity has been described as the practical upper limit of soil moisture 
content foimd under field conditions in a soil having unobstructed subdrainage. 
It is therefore an important soil water storage characteristic and occupies a useful 
place in soil mapping and water utilization studies. The purpose of this paper is 
to describe a laboratory procedure for its determination. 

The direct measurement of field capacity must be made in the field by a de- 
termination of the moisture content of freshly irrigated and gravity-drained 
son (3). This determination is often impracticable, especially when a large area 
is being studied, when the terrain is rugged, or when water supply is limited. 
As a result, a number of investigators have studied relationdnps between field 
capacity and some characteristic of the soil readily determined in the laboratory. 
Thus Olmstead (7) irrigated soil columns 18 inches high and drained the excess 
water from them into dry soil beneath. He concluded that the average moisture 
content of the upper half of the drained soil column was a fair measure of its 
field capacity. Wilcox and Spilsbury (12) found that the field capacity of 
certain Canadian soils was closely related to the percentage of sand they con- 
tained. The most widely studied relationship has involved the moisture 
equivalent. Browning (1) and Harding (4) found moisture equivalent to be 
equal to field capacity at a value of about 21 per cent; they also found that the 
field capacity was greater than the moisture equivalent in soils of lower field 
capacity, whereas the reverse was true for soils with hi^er field capacity values. 
Veihmeyer and Hendrickson (11) found substantial agreement between the two 
values in the range between 12 per cent and 30 per cent. Mathews (6), Burr and 
Russel (2), and Work and Lewis (13) came to the conclusion that the field 
capacity was slightly less than the moisture equivalent in the soils they studied. 
Stoltenberg and Lauritzen (9) reported that the field capacity: moisture equiva- 
lent ratio varied from 0.74 to 1.24. The differences between these findings may 
be due to local soil conditions, to differences in technique used in the field capac- 
ity determination, or to some of the difficulties which Veihmeyer (10) and others 
have shown to be inherent in the centrifuge method of moisture equivalent 
determination. 

1 Forester, California Forest and Range E 3 q)eriment Station, maintained by the Forest 
Service, U. S. Department of Agriculture, in cooperation with the University of California 
at Berkeley. 

Grateful acknowledgment is made to W. B. Hanawalt, C. R. Burck, and other members 
of Civilian Public Service Camp No. 76, Glendora, Calif., who carried on the field and 
laboratory measurements basic to this study; and to M. L. Morgan, also of this camp, who 
constructed the tension control equipment described. 
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In the present study a relationship was sought between the field capacities of a 
number of soils and the eqmlibrium moisture contents which they reached when 
drained on a porous ceramic cell imder a constant moisture tension. 

PROCEDURES AND RESULTS 

Field capacities of the soils used in this study were determined by two methods. 
The first made use of data from a soil water utilization study conducted on the 
San Dimas Experimental Forest of the U. S. Forest Service, in the San Gabriel 
Mountains of southern California. Here repeated soil moisture samplings made 
on small field plots during five rainy seasons have provided a reliable measure of 
the field capacities of a number of upland residual soils. The second method 
involved the irrigation of field plots and the moisture detennination of soils of 
these plots after drainage of the irrigation water had ceased. Some 30 soils were 
selected so as to cover a wide textural range. Some were cultivated alluvial soils 
on the north side of the San Gabriel Valley of southern California and some were 
brush covered residual soils in the adjacent mountains. In all these soils the 
water table was too far below the surface to affect the moisture content of the 
sampled block and, in all, subdrainage was unobstructed. 

Sufficient water was ponded on a 4-foot by 4-foot irrigation check laid out on 
each of these soils to ensure moisture penetration at least 4 feet deep. Following 
the disappearance of water from the surface, the plots were covered with heavy 
canvas to mdnimize evaporation, and moisture samples were taken daily for a 
week through the first 2 feet of depth. In all cases the soil moisture was found 
to rCTaain substantially constant after the first day of drainage, indicating that 
the field capacity had been reached within this time. Samples for laboratory 
study were chosen from those depths and plots showing the most consistent field 
capacity values through the sampling periods. 

Approximately 120 samples were analyzed in the laboratory, including about 
70 from the irrigated plots and 50 from those sampled periodically. They 
ranged in field capacity from 4 per cent to 32 per cent and represented a fair 
sampling of the well-drained soils found in the valleys and mountains of southern 
California. 

Only soil material passing a J-mch mesh sieve was used in the laboratory part 
of this study because of the inaccuracies which result when analyses are made of 
small samples of soil containing larger gravel and rock particles. In order to 
make laboratory and field measurements comparable, the field capacity moisture 
content was calculated on the basis of soil material passing the J-inch sieve only, 
the assumption being that larger solid particles held an insignificant amount of 
water at this moisture content. 

The moisture tension apparatus was similar in design to that described by 
Richards and Weaver (8) in their study of the relation of soil moisture to tension 
within the tension range of 0 to 1 atmosphere. A partly evacuated carboy was 
used in place of their hanging water column to maintain the several drainage 
tensions investigated in the preliminary studies, and an automatic vacuum 
control valve was used for the maintenance of the constant tension finally 
selected. 
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At the start of the study it was suspected that the field capacity moisture 
contents of all the soils collected might be duplicated when these soils were 
drained to moisture equilibrium under some constant tenaon. value. This was 
in accord with the suggestion of Lyon and Buckman (5, p. 156) that a tenaon of 
J atmosphere (pF 2.7) is representative of the moisture tension at field capacity. 
To test this possibility, a number of soils were saturated and then drained under 
moisture tensions ranging from 2 to 50 cm. of mercury (0.03 to 0.66 atmosphere). 
As is drown in figure 1, the moisture tension corresponding to field capacity is 



Fio. 1, Relation Bliwuln Fidld Capagitt Moistubb and Moisture Tension or 
L^BORAIORT-DKAlNfaU SoiL BlOCI^S 
The field oapaody value is shown on each moisture-tension curve 

not constant but increases as the field capacity increases. Whether this relation- 
drip would also be found in soils in situ or whether it is a result of the granulating 
treatment the soils received in sampling and in the laboratory has not been 
determined. Eegardless of its cause, however, these results make it evident 
that no singlft moisture tension will bring all soils to their field capadties under 
laboratory conditions. 

Failure to find a single tendon under which all soils could be drained to thdr 
field capadties led to use of an arbitrarily chosen constant drainige tension for 
all sdls, and then to determination, for these soils, of the reladondup edsiing 
between field capadty and the moisture retained against this tendon. Bichards 
and Weaver (8) had found that the soil moisture retained against a tendon of 
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25 cm. of mercury (i atmosphere) closely approximated the moisture equivalent. 
This seemed sufficient reason for selecting 25 cm. of mercury as the drainage 
fi>ngion to be used in the present study. 

The laboratory apparatus was modified by eliminating the evacuated carboy 
and inserting between the drtmiage bottle and the high vacuum line an automatic 
vacuum control valve designed to maintain the water in the porous ceramic cell at 
a tension of 25 cm. of mercury. The tendon equipment is illustrated in figure 2. 

A consistent relationship was found to exist between the moisture retained 
against 25 cm. mercury tension and field capacity. It will be noted in figure 3, 
which represents this relation^p, that the curve fitted to the data shows field 
capadty aud |-atmof^here moisture percentage to be equal at about 25 per cent. 
At lower values the field capacity is greater than the ^-atmosphere percentage, 
and at hi^er values it is less. This is in substantial agreement with the rela- 
tion^ps between field capacity and moisture equivalent discussed earlier, 
alth ffligh agreement is more in piindple than in fact. 

On ^ basis of this study the ^-atmosphere moisture percentage is proposed 
as a laboratory measure which can be used for the indirect determination of 
pAltl capacity. Two precautions in the general use of figure 3 must be mentioned. 
First, ^e curve is based upon the data obtained from soils collected within a 
limited area, and the possibility exists that soils developed under other climatic, 
geolo^c, or topographic conditions may not etiiibit the same relationship. 
It is suggested that soils in other regions be studied by the method described 
here to test the wider applicability of the present results. Second, figure 3 
relates specifically to young or unmaturelbr developed, free-draining soils in 
which the water table is so far below the layer under consideration that it exerts 
no influence upon the rate or completeness of drainage of that layer. The 
curve would not be eiqpected to hold for soils in which the water table is only a 
few feet below the surface, or those in whidh drainsge is impeded by a horizon 
of very low permeability. 

METHOD Off DETEBMimNG THE |-ATMOSI>HEBE MOI8TT7BE FEBCBHTAGE 

The deved soils ate poured into 1-inch-long sections of 1-inch-diameter seam- 
less brass tubing resting on the ceramic tendon cell, and are tamped lightly. 
The ceU surface is then flooded, permitting the soil blocks to become saturated 
from below. Saturation of soils that resist initial wetting or of those containing 
considerable organic or inorganic colloidal material may require several hours of 
soaking. During this time a valve on the vacuum line is kept closed to prevent 
absorption of water into the tendon cell. When saturation is complete, surplus 
water is pipetted from the surface of the cell and the vacuum valve is opened, 
initiati-ng drainage of the samples under the ^-atmosphere tensum. Three 
hours’ drainage has been found adequate for all soils studied. Evaporation 
is prevented by placiig a sheet-metal cover over the cell and the samples. At 
the end of the chainage period the moisture content of each soil sample is de- 
termined. 

If the soils analyzed contain, in their fidd condition, condderable rook ma- 
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terial greater than J-inch in diameter, and if the in situ field capacity is to be 
calculated, it is necessary to correct iiLe laboratory-determined field capacity 
for the "wd^t of particles that do not pass the i-inch sieve. This is done with 
the assumption that the larger particles contain a negligible amount of water at 
field capacity. The in situ field capacity is then calculated by dividing the 
laboratory field capacity moisture percentage by 100 plus the percentage of 
soil material retained by the J-indi sieve. The percentage of soil retained 
must be calculated on the basis of the dry weight of the soil passing the sieve. 

SUMMARY 

The usefulness of the field moisture holding capacity as a soil characteristic 
coupled with the difiSlculty of its direct determination has led to the search for 
unique relationships which may exist between this value and some soil charac- 
teristic which can be readily measured in the laboratory. Such laboratory 
measurements studied in the past have included the moisture equivalent, mechan- 
ical analysis, and moisture content of short soil columns drained into air-dry 
soil beneath. 

In the present study it was found that if small soil blocks were drained on a 
porous ceramic cell under a moisture tension of J atmo^here the moisture 
retained in the blocks could be related empirically to the field capacity of the 
same soils determined under natural field conditions. 

A satisfactory degree of consistency was observed in the relationship between 
J-atmosphere moisture percentage and field capacity. It is suggested that the 
procedure described may provide a convenient and rapid way of making an 
indirect determination of field capacity. 

Details of the design of the ceramic cell and moisture tension control equipment 
are given. 


REFERENCES 

(1) Browning, G. M. 1941 Relation of field capacity to moisture equivalent in soils of 

West Virginia. Soil Set. 52; 445-450. 

(2) Burr, W. W., and Russel, J. C. 1924 Report of certain investigations on the central 

Nebraska Irrigation Project, Nebr. Dept. Pub. Works Bien. Rpi. 15: 199-240. 

(3) CoL&iAN, E. A. 1944 Dependence of field capacity upon the depth of wetting of field 

soils. Soil8ci.68: 43-50. 

(4) Harding, S. T. 1919 Relation of moisture equivalent of soils to the moisture proper- 

ties under field conditions of irrigation. Soil Sci. 8 : 303-312. 

(5) Lton, T. L., and Buckman, H. 0. 1943 The Nature and Properties of Soils, ed-4, 

MacMillan Co., New York. 

(6) Matthews, O. R. 1923 Storage of water in soil and its utilization by spring wheat, 

U. S. Dept. Agr, Bui. 1139. 

(7) Olmstbad, L. B. 1937 Some moisture relations of the soils from the Erosion Ex- 

periment Stations. U. S. Dept. Agr. Tech. Bui. 562. 

(8) Richards, L. A., and Weaver, L. R. 1944 Moisture retention by some irrigated 

soils as related to soil-moisture tension. Jour. Agr. Res. 69: 215-236. 

(9) Stoltbnbbrg, N. L., and Lauritzbn, C. W. 1944 Structure of Houston black clay 

as reflected by moisture equivalent data. Jour. Ainer. Soc. Agron. 36 : 022-927. 



DBTEBMINING FIELD CAPACITY OF SOILS 


283 


(10) Vbihmbteb, F, J., Israblson, 0. W., Conrad, J P. 1924 The moisture equivalent 

as influenced by the amount of soil used in its determination, Calif. Agr. Exp. 
Sta. Tech. Paper 16. 

(11) Vbihmbteb, F. J., and Hendrickson, A. H. 1931 The moisture equivalent as a 

measure of the field capacity of soils. Soil Set. 32: 181-193. 

(12) Wilcox, J. C and Spilsburt, R. H. 1941 Soil moisture studies : II. Some relation- 

ships between moisture measurements and mechanical analysis. Set, Agr, 21 : 
469-472. 

(13) Work, R. A,, and Lewis, M. R. 1934 Moisture equivalent, field capacity, and per- 

manent wilting percentage and their ratios in heavy soils. Agr. Engin, 16: 
366-362. 




A NEW METHOD FOR ESTIMATING THE SURFACE OF 
LIMING MATERIALS AND OTHER INSOLUBLE 
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ReoelTSd for publication July 8, IMS 

Extenave work reported by Bear and Allen (1), Salter and SchoUenberger 
(3, 4), and Morgan and Salter (2) has diown that the rate of reaction of og.1wnTTt 
carbonate in an acid soil or in any dilute acid medium is a function of the surface 
ei^osed. A screen test is the common method of estimating the surface. The 
screens employed are rarely finer then 100-medi, and it is a common practice 
to estimate the degree of fineness solely, or at least principally, on the basis of 
the percentage of 100-me^ material. 

That this is not always a true estimate is illustrated by the following experi- 
ment. In November, 1944, as a part of an experiment to compare a new furnace 


TABLE 1 

Screen tests of natural and synthetic limestone meals 



S-ICESH 

20-iixsH 

60>iibsh 

10Q-MS6a 

Nfttural limestone meal 

percent 

99.7 

100.0 

percent 

73.4 

99.0 

per cent 

45.2 

49.0 

per cent 

35.6 

27.0 

Synthetic limestone meal 



TABLE 2 

Effect of natural and synthetic limestone meals on pH of soil 



pH* AT sMx> or 


3 months | 

1 6 mouths 1 

1 1 year 

Natural limestone meal 




Synthetic limestone meal 





* Each figure represents the average of three pots. 


tiag product with a limestone meal, the two materials were mhed with an acid 
soli in pots, which were then incubated with periodic wetting for months. Since 
the tiag and the limestone meal showed a different aze distribution by screen 
test, the comparison was carried out in two ways: First, the materials were 
compared in their natural states, and secemd, the limestone was screened into 
narrow range separates, which were then compounded so that the synthetic 
product had the same screen test as the dag. The screen tests of these two 
limestones are shown in table 1. As can be seen, only 27 per cent of the 
thetic limestone was 100-medr material, as compared to 35.6 per cent of the 
natural material. 
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The reaction of soil treated with equal weights of these two materials was 
determined at the end of 3 months, 6 months, and 1 year, with results shown 
in table 2. These data would seem to prove that the synthetic material had 
the greater reacting surface. A screen test, therefore, may often be misleading. 
Accordingly a method was devised to measure the relative surface of a unit 
mass as a key to value in liming materials. 



Fig. 1. Hblation of Titbation Figubbs to Fineness of Sepabates of Foxm 

Limestones 


No. 

P«r Coni Ca 

For Coni Mg fTofal Nentralising Power 

Source 

1 

32.4 

4.63 

100.0 

Spore 

2 

21.8 

13.17 

108.4 

Carey 

3 

34.1 

4.55 

104.0 

Marion 

4 

32.2 

5.21 

101.9 

Marblehead 


THE NEW method 

The method is based on the fact that calcium oxalate is insoluble and on the 
hypothesis that if a mass of calcium carbonate were treated with oxalic acid 
a film of calcium oxalate would be formed on the surface of each particle, after 
which any reaction would be stopped or materially slowed down. 

As a first step, screen separates of several limestones were prepared and each 
was thoroughly washed to remove all adhering dust. These separates were 
<8->20, <20->30, <30->40, <40->50, <6a->60, <60->80, <80"> 
100, <100->150. Their relative surfaces were determined by the following 
technique: 

Wdgh out 1 gm. limestone into an Erlenmeyer fiask of about 300>cc. capacity. Treat 
with 5 cc. saturated (COOH )3 and allow to stand li hours. Transfer sample to filter, filter 
off excess (COOH)*, and wash thorou^y with hot water. Replace Erlenmeyer flask under 
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funnel and dissolve (COO)iCa with hot dilute (1*4) HsSO^. (Three treatments of 2 ec. 
each, washing with hot water after each treatment, until effervescence stops suffices) . Add 
5 cc. concentrated H2SO4 to filtrate and titrate with 0.1 iV potassium permanganate. 

Figure 1 shows the data for four limestones which varied widely in chemical 
composition. The significant feature is that the data plot a straight line for 
all materials, showing that the titration figure is directly proportional to the 
fineness. 


PRACTICAL USB OP NEW METHOD 

A large number of limestone products have been examined by this procedure. 
Some of the results, diov-m in table 3, indicate how this method can be used in 
lieu of a screen test or to supplement it in studying a liming material. 


TABLE 3 

Comparison of screen tests and relative surface measurements of pairs of liming materials 


samples* 

8CSEEMXBST 

0.1 iv 

1 PEEMANGANATB 
nXEATIOM 

0.1 N PESMAM- 
GAKA7B XnSAXION 
ON <150>MSSH 

8-inesh 

20-me^ 

dO-mesh 

lOO-mesh 


percent 

per cent 

per cent 

per cent 

CC, 

CC. 

A 

99 

92 

84.4 

73.4 

50.0 

78.4 

B 

100 

98.5 

95.0 

83.0 

35.5 

49.5 

C 

100 

100 

95 

74 

32.2 

51.2 

B 

99.6 

92.5 

68.7 

50.2 

34.5 

65.7 

Slag 

100 

99 

49 

27 

23.3 

74 

lamestone 

100 

99 > 

49 

27 

24.0 

70 


♦ See text for description of materials. 


First a comparison was made between two materials of similar screen test. 
Material '‘A’’ was separated from glass sand by an air blast. Material “B’’ 
is a sludge washed from flux stone with water. Judged by the screen test, 
sample “B” would be conadered the finer, but the reverse is ^own by titration. 
The explanation is to be found in the fact that the < 150-mesh material of the 
air-separated material is much finer than that of the water-separated material. 

Another pair of materials, and ‘"D,” were next compared. Material 
“C’’ is sold in sacks, and its screen test indicates a very fine hi^-calcium ma- 
terial. Material ‘‘D,” sold in bulk, is a dolomite, which is classed as a No. 10 
meal and retails at about half the price of the sacked material. Here again, 
in sample “D” the extreme fineness of the portion beyond the range of ordinary 
screen test more than compensates for the lower percentage of 100-mesh mar 
terial. 

That the method is adaptable to furnace dag is shown by comparison of the 
titration figures for a ground air-cooled dag with a limestone of the same screen 
test. 

Some preliminary work has been done to investigate the adaptability of the 
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method for use -with other relatively insoluble calcium compounds used in agri- 
culture. For this comparison <80-> 100-mesh materials were separated 
andwadied free of dust. The results were as follows: 


0.1 N PESIIAKGANATB 
IITRATIOK VOX 1 QIC. 


CC. 

Raw rock phosphate 12.3 

Gypsum 34.1 

Calcium carbonate 11.9 

Air-cooled slag 22.6 


A microscopic exammation of these separates showed the raw rock phosphate 
and the calcium to be of fairly regular s^pe, roughly cubes. The slag was less 
regular in ^ape, and the particles were pitted. The gypsum was about 6 per 
cent crystalline. The crystals were flat plates; the rest was amorphous and of 
very irregular diai)e. Doubtless, both the dag and the gypsum had a greater 
surface per unit mass, because of the irregular shape, than did the more regular 
cuboid particles of raw rock phosphate and calcium carbonate. Also it is pos- 
sible that the high titration of the gypsum was caused in part by its greater 
relative solubility. It seems quite possible, however, that the method could be 
used for comparing the surfaces of different samples of gypsum. 

In an attempt to evaluate the permanganate titration in terms of square 
centimeters, the surfaces of several crystals of Iceland spar were carefully meas- 
ured. Some of these were cubical and others were flat plates. For the cubical 
pieces, it was found that each cubic centimeter of 0.1 N permanganate titration 
represented a surface of 8 sq, cm. For the flat pieces, the average was about 
12 sq. cm. This difference is thought to be caused by differential smoothness 
of the different crystal faces, or posdbly by different orientation of the CaCO* 
molecules on the different faces. 

In a further study of the effectiveness of the synthetic (furnace dag) material 
and the natural limestone meal used in the 1944 pot experiment, two limestone 
products were prepared, one having the same screen test as the natural lime- 
stone and the other having the same screen test as the synthetic material (see 
table 1). Relative surface measurements by the new method, in terms of 0.1 
N permanganate per gram of limestone, were as follows: natural size frequency, 
23 CC.; synthetic si 2 se frequency, 24 cc. Since these products were cubicsd, 
the absolute surface (relative surface X 8) was 184 sq. cm. for the former, and 192 
sq. cm. for the latter. These data agree well with the effect on the soil reaction 
in indicating that the ^thetic size frequency has a greater surface than the 
natural dze frequency. 


SUMMARY 

A method for measuring the relative surface of insoluble calcium salts is 
described. The method is based on the fact that calcium oxalate is insoluble 
and when an insoluble calcium salt is treated with oxalic acid a coating of in- 
soluble calcium oxalate is formed on the surface. By washing the sample free 
of excess oxalic acid, decomposing the calcium oxalate with sulfuric acid, and 
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titratiag the liberated oxalic acid with standard potassium peimaiigaiiate, 
the relative surface can be measured. 
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A N'EW ELECTKICAL REHISTANC’E THERMOMETER FOR SOILS^ 


(woolUiK JOHN norvorcos 

HIi(l"il(iii .\<iiiriilliiial lixiJiitm nl t'ilaiioii 
I{ecol^ c(l foi publication October 4, 1946 

Tho\ig,h Ihoimomelors abound, both in nuinl)or and type, it is generally agreed 
that inexpensive instruments whieh are suitable and practical for accurately 
measuring soil temperature uncUu* field eonditions arc scarce. This was forcibly 
brought to light when in 1940 a theimometer was required to accompany the 
electrical resistance plaster of paris block method for making a continuous 
measurement of soil moisture under field conditions.- Since the electrical 
resistance of the gypsum moisture block is influenced by temperature, a suitable 
soil theimometer was recpiircd for making temperature corrections on the block 
resistance. Various typos of thermometers were investigated. These included 
many kinds of mercury, dial, and bimetallic thermometers. None of these 
proved entirely satisfactory, Ix^cause they were fragile, unstable and therefore 
unreliable, unsuilal:)le for deep depths, or not sufficiently sensitive. Most of 
these objections could be overcome by using metallic electrical resistance ther- 
mometers, but such tliennomelers involve the use of a potentiometer. The 
inclusion of a potentiometer in a field kit, in addition to the Wheatstone bridge, 
was considered impracticable, not only because of the gi*eater expense but also 
because of the inconvenience of handling and manipulating two complicated 
instruments. A more practical solution was therefore desired in the form of an 
electrical resistance themiometer adapted to the range of the akeady required 
bridge which would thus serve to measure both temporatm-e and soil moisture. 

In this paper are presented details concerning the design, construction, and 
characteristics of such an electrical resistance theimometer. 


PIlINCMPUiI OF THKKMOMKTER 

This new (iKM-mometor is based ui)on the fundamental principle that the 
electrical resist an (*(» of inorganic li(iuids and of organic liquids containing electro- 
lytes increase's with de(*reasc‘S in temperature. 

The liciuids tliat were linally selected and used in this thermometer wore 
“Prestone’’ (othyh'iie gly<*ol to w4iich certain stabilizing compounds have been 
added) and a mixture of “Prestone” and glycerine. In pure foim these organic 
liquids arc supposedly nonconductors or poor conductors of electricity, but in 
commercial form they (‘ontain traces of electrolytes \vhich impart a certain 
degi-ee of condiudivity and make their resistance highly sensitive to changes of 
temperature. 

1 Journal Article No. <S80, Now Sorics (N. S), from the JMiehifJian Agricultural Experiment 
Station. 

*Bouyouc()S, (t J., and Mick, A. IT. 1940 An electrical resiHtance method for the 
continuous incaHureinent of soil moistuio under field conditions. Mich. Agr. Exp. Sta. 
Tech. Bui. 172. 
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The repi'^tanco of this thermometer is measured l)y a spt'eially designed porta- 
ble ^Mieatstone bridge (hg. 1) uhich measures irom 0 to 5,000,000 ohms with a 
high degree of sensitivity. 



Fio. 1 SpncivL Bridge 


CONSTRXTCTION OF THERMOMETER 

Construction of this liquid electrical resistance theimometer is schematically 
shown in figure 2. Pai’allel platinum electrodes are sealed in a small thin- walled 
glass vial of special composition designated as ‘‘G 81.’* The glass walls are 
0.5 mm. thick to facilitate theimal conduction. The vials were fashioned by a 
glass blow’er who first sealed the electrodes to the shoulder, then adjusted them 
inside the tube, and finally sealed the bottom. Liquid was introduced by 
means of a vacuum pump connected through a three-way stopcock to the naiTOW 
upper tube. This narrow tube u as then sealed, leaving sufficient space above the 
liquid to permit expansion. Wire leads were soldered to the platinum electrodes, 
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and the joints were then covered with an insulation consisting of hot asphalt- 
compound and talcum. This insulation is characterized by considerable hard- 
ness and strength without brittleness within soil temperature ranges. In its 
finished form tlie thermometer is shown in figure 3. 



Ficj 2 H\s](’ CoNs'iiu CTioN of Kli cti-ical Fifj. 3. ELncTRicAn Rusist vnce Thermom- 
Iii‘MST\N(’s TiiLiaioMi.Tan etkr in Finished Form 


nASIC’ STUDIES ON THERMOMETER 

Twt) dillerc'iit typ(‘s of tlu^nnometers w’ere made: type 1 , w'hich uses “Prestonc"’ 
entirely and is inteiuhnl for measuring the low'er range of temperature, especially 
from —20® to about 100®F.; and type 2 , wdiich uses a mixture composed of two 
parts of glycerine and one part of “Prestone’^ and is intended for measuring the 
higher temperatures, ('specially those from about 32° to about 135°F. Neither 
of those thermometers is intended for very high temperatures; both are primarily 
for the temperatures that prevail in soil. 

When the theimometers w'ere first prepared, it Avas noticed that the electrical 
resistance of both typOvS decreased slightly with the lapse of time at any given 
temperature. It is thought that this decrease in resistance is due to the solu- 
bility of the glass and to a possible change in the liquid. After a time this change 
ceased and an ocpiilibrium w'as reached. It wiis found, how^ever, that the 
attainment of this cciuilibrium could be hastened by heating the sealed ther- 
momelc'r l)ul])s, with the licpiid in them, in an oven at 220°F. for about 10 days. 
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Tlierinomctorh so Iroated luu'O romuined constant in their calibration for almost 
2 years, iho long,cst period of btudy. 

Both types of thonnometers are \ery sensiti\c to temperature ehanj^os and 
attain a final equililnium in less than 2 miiiiiteh, or at alxiut the same rate as in 
mercury theimometei’s. Faster attainment of eciuilibrium in tlu^ electrical 
thermometers is prevented prol)ably by the insulation which covei’s part of the 
thoimometer at the shoulder. 

Thus far the electrical i-esistance thermometer has l)een made entii*ely by hand. 
In ordei* to standardize the construction so that all theimometers within the 
type will be alike, two conditions must be satishcd: first, the electrodes must be 
exactly the same distance apart, and second, they must be of e.xactly the same 
length. Of the two factors, the length seems to be the more important because 
the surface of the electrodes is affected. It is rather difficult to meet these con- 
ditions and attain a very high percentage of agreement when the theimometers 
arc made manually. The degree of standardization thus far attained, however, 
is revealed by the following figures. Of 100 hand-constructed theimometei*s, 
38 gave identical resistance readings at any selected temperature, 42 varied 
within 1°F. at any given resistance, and the remainder agreed within 2.5°F. 
It is possible that an experienced glass blower could manufacture similar instru- 
ments with a much higher degree of agreement. Variation in the constmetion of 
the theimometers is not a serious handicap, however, because the resistance- 
temperature characteristics are of a nature (as will later l)e shown) to permit 
ready application of correction factors. 

Various tests have failed to show that any significant electrolysis and polariza- 
tion occur in the liquid when the theimometer is left connected to the current in 
the VTieatstone bridge. Thermometei*s that xvere left connected to the current 
in the AVlieatstone bridge for 4 days gave the same calibration as befoi-e, sho^\mg 
that no change was induced in the licjuid by the current . 

The theimometer is characterized by capacitance factors which in(*rease with 
the length of the wire leads. Errors induced by capacitance factors were satis- 
factorily eliminated by separating the leads and employing moisture-proof 
insulation. 

Though the typo L theimometer is capable of measuring soil temperatures as 
low as — 25°F. it was found that if the Wheatstone bridge is exposixl to this low 
temperature its batteries become weak and the signal conse(iuonlly weakens. 

CALIBR.VTION OP THERMOMETER 

The finished theimometer, as shown in figure 3, was calibrated so that its 
electrical resistance would read directly in degrees Fahrenheit. This was done 
by placing the bulb of the thermometer in a temperature bath containing water, 
or a mixture of water-ice-salt. The bath was well insulated, and it was possible 
to maintain a constant temperature at any given point for a reasonable time 
The temperature was manually controlled and was measured by a spccailly made 
mercury thermometer with a long stem. The electrical resistance was read by 
the special VTieatstone bridge shown in figure 1. 
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The calibration results for the type 1 thermometer and those for the type 2 
thermometer show that the electrical resistance of the thermometers is very 
sensitive to temperature changes. This is especially true in the lower tempera- 
ture range. At about 40®F for example, type 2 thermometer gives a resistance 

TABLE 1 


Standard data for converting electrical redstance into temperature for type 1 
thermometer (^^Preetone*^) 


teicpesatubs 

BESISTAKCS 

lEllFEXATUSE 

smSTANOE 

TSICPEXATOSS 

BESISTAMCE 

• 27 . 

ohms 

• 27 . 

ohms 

• 27 . 

■■fSllilii 

95 

34,300 


65,600 

31 


94 

34,900 



30 


93 

35,500 

61 

68,500 

29 

162,500 

92 

36,100 



28 

168,000 

91 

36,800 

59 

71,700 

27 

173,500 

90 

37,500 

58 

73,300 

26 

179,500 

89 

38,300 

57 


25 

185,500 

88 

39,100 

56 

76,800 

24 

192,000 

87 

39,800 

55 

78,700 

23 

198,500 

86 

40,500 

54 


22 

205,000 

85 

41,200 

53 

82,800 

21 

211,500 

84 

41,900 

52 

84,900 

20 

218,000 

83 

42,700 

51 


19 

224,500 

82 

43,500 


89,200 

18 

231,000 

81 

44,300 

49 

91,400 

17 

238,000 

80 

45,100 

48 

93,700 

16 

245,500 

79 

45,900 

47 


15 

253,000 

78 

i 46,800 

46 

98,300 

14 

261,500 

77 

47,700 

45 


13 

270,500 

76 

48,700 

44 


12 

280,000 

75 

1 49,800 

43 


11 

289,500 

74 

61,000 

42 


10 

299,500 

73 

52,200 

41 

113,100 

9 

310,000 

72 

53,400 


116,300 

8 

321,000 

71 

54,600 


119,500 

7 

333,000 

70 

55,900 

38 


6 

346,500 

69 

57,200 

37 

126,500 

5 

360,000 

68 

58,500 

36 


4 

374,000 

67 

59,800 

35 

134,200 

3 

388,500 

66 

61,200 

34 

138,100 

2 

403,500 

65 

62,600 

33 

142,200 

1 

420,000 

64 

64,200 

32 


0 

438,000 





-1 

460,000 


change of about 50,000 ohms for 1® change of temperature; at approximately 
75®F. it gives a resistance change of about 8,000 ohms for 1® change of tempera- 
ture. Obviously, this ratio of electrical resistance to temperature change 
imparts to the thermometers a high degree of sensitivity. 

It ^ould be possible to construct a meter with a temperature scale on which to 
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read directly the temperature of the electrical resistance thermometers. Mean- 
while, the temperature of these thermometers is being read on the Wheatstone 
bridge. 


TABLE 2 


Standard data far converting electrical resietance into temperature for type $ thermometer 


{“Prestone^^ -glycerine) 


TCICPCRATITSE 


134 

133 

132 

131 

130 

129 

128 

127 

126 

125 

124 

123 

122 

121 

120 

119 

118 

117 

116 

115 

114 

113 

112 

111 

110 

109 

108 

107 

106 

106 

104 

103 

102 

101 


SESISTANCE 


ohms 

54.600 

55.700 

66.900 

58.100 

59.300 

60.600 
62,000 

63.600 

66.600 

67.000 
68,600 

70.000 

71.500 

73.000 

74.600 

76.100 

77.700 

79.300 

80.900 

82.600 

84.300 

86.000 
88,000 

90.000 
92,200 

94.500 

97.000 
99,600 

102,000 

105.000 

107.000 

110.000 

113.000 

116.000 


TEMPEEATITBE 


100 

99 

98 

97 

96 

96 

94 

93 

92 

91 

90 

89 

88 

87 

86 

85 

84 

83 

82 

81 

80 

79 

78 

77 

76 

75 

74 

73 

72 

71 

70 

69 

68 

67 


SESXSTANCB 


ohms 

119.000 

122.000 

126,000 

130.000 

134.000 

138.000 

142.000 

146.000 

160.000 

155.000 

160.000 

165.000 

170.000 

176.000 

182.000 
188,000 

194.000 

200.000 
206,000 
212,000 
218,000 

225.000 

232.000 

240.000 

248.000 

257.000 

266.000 

276.000 

284.000 

294.000 

304.000 

315.000 

327.000 

339.000 


TSMFBSATUSB 


^F, 

66 

65 

64 

63 

62 

61 

60 

59 

58 

67 

56 

55 

54 

53 

52 

61 

50 

49 

48 

47 

46 

45 

44 

43 

42 

41 

40 

39 

38 

37 

36 

35 

34 

33 

32 


KCSXSTAMCB 


ohms 

351.000 

363.000 

377.000 

392.000 

407.000 

423.000 

440.000 

458.000 

477.000 

496.000 

516.000 

636.000 

557.000 

678.000 

600.000 

623.000 

648.000 

675.000 

704.000 

734.000 

766.000 

800.000 

836.000 

872.000 

916.000 
958,000 

1,010,000 

1,066,000 

1.125.000 

1.190.000 

1.270.000 

1.365.000 

1.480.000 

1.640.000 

1.900.000 


To facilitate the conversion of the electrical resistance of the thermometers 
into degrees F. temperature, tables 1 and 2 have been prepared. Table 1 is for 
type 1 thermometer and table 2 for type 2. These tables constitute the standard 
basis for converting the electrical resistance readings of all thermometers of each 
type into degrees F. temperature. By referring any ohms resistance reading 
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to table 1 for type 1 thermometer, or to table 2 for type 2 thermometer, the 
temperature in degrees F. is immediately obtained. The tables are scaled into 
1®F. divisions, but a small fraction of 1® can be easily estimated, since the resis- 
tance value per degree is comparatively large in type 1 thennometer when used 
at lower temperatures, and in type 2 thermometer when used at higher tem- 
peratures. 

Tables 1 and 2 not only constitute the standard basis for converting the 
electrical resistance reading of all thermometers of the two types directly into 
degrees F. but will also serve as a standard for calibrating all the thermometers 
in each type to the same standard basis. 

To calibrate all the thermometers so they will all read alike within their type, 
the following rapid and simple procedure is followed. The electrical resistance 
of an unknown thermometer is determined at a definite temperature in water, 
preferably at 75®F, This electrical resistance reading is referred to the standard 
thermometer at the same temperature in table 1 if the thermometer is type 1 
(“Prestone”)> table 2 if the thermometer is type 2 (“Prestone”-glycerine). If 
the electrical reastance of the unknown thermometer is greater than that of the 
standard thermometer, the difference is subtracted from the entire scale of the 
unknown thermometer, and that converts the reading of the unknown ther- 
mometer to the same standard ba^ as the standard thermometer. Conversely, 
if the electrical resistance reading of the unknown thermometer is less than that 
of the standard thermometer the difference is added to the entire scale of the 
unknown thermometer. Thus, by taking only a single temperature reading of 
the unknown thermometer, its entire scale is readily reduced to that of the 
standard calibrated thermometer shown in either table 1 or table 2. 

This simple and rapid method of calibration is sound and valid because it was 
found experimentally that the electrical resistance differences in any two ther- 
mometers ran in virtually the same degree throughout the entire scale of the 
thermometers. For example, if the unknown thermometer varied from the 
standard thermometer by 5,000 ohms at 75®F,, this difference remained virtually 
constant throu^out the entire scale of the thermometers. This was true with 
both types of thermometers. 


ST7HMART 

Two types of liquid electrical resistance thermometer have been developed for 
measuring soil temperature under field conditions. Type 1 measures tempera- 
ture from about —20® to about 100®F. Type 2 measures temperature from 
about 32® to about 135®F. In type 1 the liquid is entirely ^^Prestone.” In 
type 2 the liquid is a mixture of ^‘Prestone” and glycerine. 

The liquid is contained in a glass vial fitted with platinum electrodes. The 
electrodes are connected to wire leads of any desired length, and the joints are 
permanently insulated with a special compound. 

The electrical resistance of this thermometer is measured by the special soil 
moistme Wheatstone bridge, having a range from 0 to 6,000,000 ohms, which has 
been used in connection with the electrical resistance-plaster of paris block 
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method for TnaVing a continuoiis measurement of soil moisture under field con- 
ditions. 

This new liquid electrical resistance thermometer is very sensitive to tempera- 
ture chaises and gives a hi^ value of resistance for every 1®F. change of tem- 
perature. This is e^cially true at the lower range of temperature. At a 
temperature of around 40°F., for example, type 2 thermometer gives a resistance 
change of about 50,000 ohms for 1° change of temperature. At a temperature of 
around 75°F it gives a resistance change of about 8,000 ohms for 1° change of 
temperature. This hi^ ratio of electrical re^tance to temperature change 
imparts to the thermometer a high degree of accuracy. 

The thermometers thus far used have been made only manually. In a set of 
100, 38 per cent agreed exactly, the other 62 per cent varied by about 0.2® to 
2.5°F. A rapid and ample procedure is offered to reduce all thermometers to 
the same standard basis. This is accomplished by taking a single tempmature 
reading of the unknown thermometer and applying the variation from the stand- 
ard temperature table to the entire scale of the unknown thermometer. 

The thermometer is simple, convenient, and reliable for measuring the soU 
temperature at various depths. 



CHABACTERIZATION OF THE STABILITY 
OF SOIL AGGREGATES’ 

M. B. RUSSELL and C. L. FENG* 

Iowa Agricultural Experimmt Station 
Reedvad for publioation September 5, 1948 

The importance of the structural condition of the soil in relation to soil and 
water conservation and to crop growth is generally recognized. The^edfic 
characteristics of the most satisfactory structural condition for a pven combina- 
tion of soil conditions and plant requiremeuts have yet to be establidied. One 
feature that is common to all desirable soil structures is water stability. It is 
apparent that only those structural units that resist diantegration when sub- 
jected to an excess of water are of significance under field conditions. Water 
stability is a relative quantity, however, and comparisons between soils can be 
made only in terms of measurements made under certain arbitrary but well- 
defined and controlled experimental conditions. 

The most common techniques now used for characterizing the structural 
condition of soils involve the mechanical a^tation of the sample in water at an 
arbitrary rate and for an arbitrary length of time. The fractional part of the 
original sample remaining in one or more tize classes is then determined and used 
to describe the structural condition of the initial sample. In most cases measure- 
ments of this kind are made at only one arbitrarily selected intensity of notation 
with the result that the data obtained allow comparisons to be made at a tingle 
point on the time vs. aggregate stability curve. When soils are compared on the 
basis of data obtained in this manner, conclusions relative to the stability of the 
aggr^tes may be quite different from those that would have been drawn if a 
different intensity of agitation had been used. It is obviously impractical to 
attempt to measure aggregate stability at all the postible intensities of agitation. 
A more satisfactory solution lies in attempting to specify analytically the rtiation 
between a^egate stability and the intensity of agitation. The following ex- 
periments were conducted in an attempt to develop a procedure suitable for 
characterizing this relation. 

MATBSIALS AND METHODS 

Four Iowa soils — Muscatine, Marshall, Knox, and Clinton tilt loams— were 
used in these espeiiments. They are all loess-derived. The Muscatine, Mar- 
shall, and Knox silt loams have developed imder prairie vegetation, whereas the 
Clinton has developed under dedduous forest. Air-dry samples taken from the 
0-6-inch depth from each of the four soils were used. Since the objective of 
these experiments was to study the stability rather than the tize distribution of 

* Journal paper J-870 of the Iowa Agricultural Experimeut Station, Ames, Iowa. Project 
739. 

'Formerly research associate professor of soils and graduate student in agronomy, 
respectively. 
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the aggregates and since the size of the sample used in the determination was so 
pTYiall that adequate sampling of an ungraded mixture of aggregate sizes was 
very difficult, all measurements reported here were made on aggregates of the 
4,7- to 2.0-mm. size class. These were obtained from the whole soils by dry 
sieving, using a 4- and 9-medi screen for the upper and lower size limits re- 
spectively. 

The apparatus used in this investigation consists of six 2-inch brass sieves 
having 0.25-mm. openings. These sieves were oscillated vertically in water at 
the rate of 38 l|-inch strokes per minute. To determine the water stability, 
5 gm. of the previously graded aggregates were placed in each of the sieves and 
lowered into the water reservoir for a specified period of presoaldng. Following 
this preliminaiy treatment, the samples were oscillated for the necessary time, 
after which the sieves were removed from the apparatus, inverted in small 
evaporating didhes, and wadied free of the stable aggregates by a jet of water. 
The excess water was decanted from the evaporating dishes, which were then 
placed in the oven at 110° C. When thoroughly dried, the samples were re- 
moved from the oven and weighed, and the percentage of water-stable aggregates 
was deteimmed. In the experiments reported here, no corrections have been 
made for the initial moisture contained in the air-dry samples. Since the 
amount of sand larger than 0.26 mm. in the four soils used is very small, no 
attempt was made to correct the weight of material retained by the sieves for the 
presence of primary particles. 

EXPEBIMENTAL BESUmS 

For each of the four soils, triplicate determinations were made at oscillation 
periods of 1, 2, 4, 8, 16, 32, and 64 minutes following a S-minute presoaking. 
To study the effect of the duration of the presoaking period, similar sets of 
determinations were made following 30' and 300-minute presoakings. A pre- 
liminary plot of the data indicated that the relation between aggregate stability 
and the length of the oscillation period was an exponential one and therefore 
could be shown advantageously if plotted on logarithmic coordinates. The data 
obtained are summarized in table 1. The weight of soil retained on the sieve is 
in each case the mean of the triplicate determinations, the individual values of 
which seldom varied more than 10 per cent from the mean value. 

The analytical relations between the water-stability of the aggregates of the 
four seals and the intensity of the agitation as determined by the length of 
oscillation period were obtained by calculating the respective regression equa- 
tions from the data given in table 1 . The results of these calculations, which are 
diown in table 2, indicate that the aggregate stability of each of the soils can be 
characterized by two parameters; namely, the ^-intercept and the slope of the 
regression equation. An analysis of variance of these parameters revealed that 
the differences between the mean intercept values for “^e four soils were bi^y 
significant. Similar results were obtained from an analysis of the mean slope 
values. The differences in intercept and slope values arising from variations in 
the length of the presoaking period were not statistically tignificant. 



TABLE 1 


of waUr^tabU aggregates retaiwd onaOM-mm. sieoe after various lengths of oscillation 
and preliminary soaking 

A 5-gni. sample of aggregates of 4.7- to 2.0-r(iixL. size class was used 


OSCniAXION TDCB 

ICCSCAXINX 

UAMSBAXJL 

CEINION 

xxox 

(T) 

logT 

W 

logW 

W 

log W 

W 


w 

log W 

milt. 


em. 


gm. 


gm. 

SB 

gm. 



S‘M\nute soaking 


1 


4.22 

0.625 

2.80 

0.448 

3.42 

0.534 

1.79 

0.253 

2 


4.02 

0.604 

2.12 

0.326 

2.56 

0.408 

1.34 

0.127 

4 

0.6 

3.85 

0.585 

1.69 

0.228 

1.98 

0.296 

0.78 

-0.106 

8 

0.9 

3.59 

0.555 

1.54 

0.187 

1.59 

0.201 

0.45 

-0.342 

16 


3.44 

0.536 

1,36 

0.133 

1.55 

0.190 

0.59 

-0.232 

32 

mgm 

3.02 

0.480 

1,27 

0.104 

0.84 

-0.068 

0.38 

-0.416 

64 

1.8 

2.59 

0.413 

0.90 

-0.047 

0.56 

-0.252 

0.26 

-0.588 


SO-Minute soaking 


1 


4.41 


2.70 

0.431 


0.492 

1.32 

0.120 

2 


4.06 

0.609 

2.41 

0.382 

2.34 

0.369 

1.08 


4 

0.6 

3.73 

0.572 

1.85 

0.267 

1.94 

0.287 

0.73 

-0.136 

8 

0.9 

3.52 

0.547 

1.91 

0.281 

1.48 

0.170 

0.56 

-0.252 

16 


3.70 

0.569 

1.43 

0.155 

1.15 


0.41 

-0.388 

32 

■n 

3.30 

0.518 

1.53 

0.184 

0.85 


0.27 


64 

1.8 

2.51 

0.399 

0.95 


0.53 

in 

0.21 

BOB 


800-Minute soaking 


1 

Rl 

4.07 

0.610 

2.56 

0.408 

3.03 

0.481 

1.25 

0.096 

2 

■S 

4.02 

0.604 

2.21 

0.344 

2.77 

0.442 

1.20 

0.079 

4 


3.95 

0.597 

2.00 

0.301 

1.99 

0.299 

0.70 

-0.152 

8 

0.9 

3.95 

0.597 

1.96 

0.292 

1.31 

0.117 

0.41 

-0.388 

16 

1.2 

3.82 

0.582 

1.74 

0.240 

1.00 

0.000 

0.29 

-0.538 

32 

1.5 

2.96 

0.471 

1.04 


0.91 

-0.040 

0.32 

-0.493 

64 

1.8 

2.71 i 

0.433 

0.89 


0.67 

-0.174 

0.26 

-0.588 


TABLE 2 

Regression eguolions showing the relation of weight of water-stable aggregates to length of 

oscillation period 

Calculated from data in table 1, the values of a and b in the equation 
log TF « o — & log T are given 


FiEUQaKAxy SQAznra 

1CU6CATXNE 

MA'gggATJ. 

CIINXOH 

XMOX 

SKSIOD 

a 

h 

a 

b 

a 

b 

a 

b 

mmutes 









3 

0.64B 



0.241 

0.572 

0.407 

0.214 

0.445 

30 

HI 



0.223 

0.512 


0.143 

0.453 

300 




0.249 



0.101 

0.426 

All preliminary 
soaking periods 
combined 

0.645 

0.106 

0.433 

0.238 

0.547 

0.399 

0.153 

0.441 
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Since the duration of the initial soaking had no significant effect on the re- 
sulting regression lines, the values for the 3-, 30-, and 300-minute presoaking 



«Sc///4l^/oa 

Fig. 1. Hegbession Lines Showing Helation Between Aggbegate Stability and 
Intensity of Agitation fob Fotjb Iowa Soils 

curves were combined for each soil to give the four curves shown in figure 1. 
These curves emphasize the need for more than a single value for the characteri- 
zation of abrogate stability. For example, if the four soils were arranged in 




STABILITY OP SOIL AGGREGATES 


303 


order of decreasing stability as measured after a 1- or 2-minute period of oscilla- 
tion, the order would bo 1\Iuscatine, (Hinton, Marshall, Knox. If, however, a 
similar ranking were made from measiurements made following an oscillation 
period of 8 or more minutes, the order would be Muscatine, Marshall, Clinton, 
Knox. Since many investigations of soil structure involve relatively small 
differences in stability, it is quite possible that conclusions based on single- 
valued measures would frequently be altered if the procedures used in obtaining 
those measures were changed slightly. 

From the foregoing data, it would appear that both the “initial stability’' 
(the ^/-intercept) and the “rate of disintegration” (the slope of the regression 
line) should be used in characterizing the water stability of soil aggregates. In 
general, soils having high initial stabilities and low rates of disintegration will be 
preferred to those having either low initial stabilities or high rates of disintegra- 

TABLE 3 

Size distribution of water-stable aggregates retained on the OM-mm. sieve expressed o® relative 
values with the amount of the 0.60- to 0.25-mm. class arbitrarily taken as 1.0 
Average value for all oscillation periods 


g SOILS 

SIZE CLASSES 

> mnun. 

1.0 to mm. 

OJS to 0.25 mm. 

0.25 to 0.10 
mm. 

Muscatine 

11.2 

4.1 

1.0 

0.61 

Marshall 

1.9 

2.4 

1.0 

0.60 

Clinton 

1.4 

2.6 

1.0 

0.80 

Knox 


2.1 

1.0 

0.85 


* Composed largely of organic debris and primary mineral particles. 


tion or both. Of the two parameters, the slope value should probably receive 
greater consideration in evaluating aggregate stability than the intercept value, 
although neither should be used as the sole criterion. 

After the water-stable aggregates that had been retained by the 0,25-mm. 
sieve following the several periods of oscillation had been oven-dried and weighed, 
they were subjected to a period of dry-sieving. This sieving was performed by 
placing the sample on the upper of a nest of four 2-inch sieves having openings of 
1 , 0.6, 0.25, and 0.10 mm. The nest of gdeves was sliaken 20 times in a horizontal 
plane in as reproducible a manner as was manually possible. The weight of 
material retained on each sieve was determined and expressed in terms of the 
weight of material retained on the 0.25-nim. sieve. This method of tabulating 
the results was employed because it was desired to compare the size distribution 
of the water-stable aggregates of the four soils which, as shown above, have 
widely different absolute amounts of water-stable aggregates. A summary of 
the average relative weights of aggregates of the four soils is given in table 3. 

It seems clear that the stable aggregates larger than 0.25 mm. in these four 
soils are distributed quite differently among the four size classes studied. The 
water-stable aggregates of the Muscatine soil contain a high proportion of 
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aggregates >1.0 iiini. and progressively smaller jjroportioiis of the three smaller 
sizes. In botli the Mai*shall and Clinton soils the 1.0- to 0.6-mm. size class is 
larger than the other classes. The relatively high value of the >1.0-inm. frac- 
tion in the Knox soil is due to occasional CaCOs concretions and many bits of 
undeeomposed organic debris. Because of the extremely low absolute magnitude 
of the reference fraction (0.5 to 0.26 mm.) this resulted in abnormally high ratios 
for the largest size class. The material retained on the 1.0-mm. sieve was found 
to be invariably composed of debris and an occasional primary particle. 

The size-fractionation studies of the water-stable aggregates indicates that, 
in addition to their difiFerence in initial stabilities and rates of disintegration, the 
aggregates of the four soils possess quite different size distributions even though 
the material initially agitated was in each case of a single size class. On the 
basis of the samples studied in this investigation, it appears that high initial 
stability and low rate of disintegration may be associated with a high proportion 
of the larger classes of water-stable aggregates. As the rate of disintegration 
increases, there is a tendency for the mode of the size-distribution curve to 
shift to a smaller size class. 


SUMMARY 

A study of the water stability of aggregates sieved from four lo^a soils was 
made. The weight of water-stable aggregates (W) retained on the 0.26-mm. 
sieve had the following functional relation to the length of the period of oscil- 
lation (T): 

\ log TT = a — 6 log r 

The two paramenters a and b were designated as the ‘^initial stability” and the 
“rate of di^tegration” and were suggested as values to be used in characterizing 
aggregate stability. It was found that both of these parameters differed sig- 
nificantly among the foxir soils studied but that wide variations in the length of 
the preliminary soaking of the aggregates had no significant effect on either of 
them. Increases in the value of tiie rate of disintegration were associated with a 
diift of the rize-distribution curve towards the smaller size classes* 



SEASONAL VARIATION IN LEAF AND SOIL POTASSIUM^ 

L. K. WOOD* 

Oregon Agricultural Eocperiment Station 
ReoeiTod for publioationi October 8» 1948 

The portion occupied by leaf analysis as a diagnostic measure of the suffi- 
ciency of nutrient elements for normal plant growth was recently defined by 
Thomas (9). Literature on this subject has been increasing greatly because of 
the need for a reliable, rapid method of detecting deficiencies, or excesses, before 
damage to the plant occurs. Frequently a soil analysis or a total analysis of the 
mineral composition of a plant assumes the post-mortem rather than the diag- 
nostic role. Furthermore, in cases of the minor or trace elements, the range 
between deficiency and toxicity is often so narrow that accurate measurement of 
important differences in the soil alone is inconclusive. This latter fact has 
stimulated analysis of the plants growing on the soil, since they could serve in an 
accumulative capacity. Such a sponge-like role presupposes that all of a 
nutritive element available to the plant roots would be absorbed if conditions 
allowed. Leaves, stems, and roots have been analyzed. Crops with a pre- 
ponderance of stem tissue or root tissue soon were recognized as special cases, and 
interpretation of data obtained from their analysis was thus complicated. Hoff er 
(6) and other (6, 8) have used tissue tests, and still others have substituted plant 
parts for the whole plant. Recognition of the leaf as a somewhat sensitive 
indicator of nutrition status has focused interest here. Many investigators have 
used whole leaves (9); some have removed the petioles before analysis (7, 10); 
others have used old leaves, the growing tips, or the skeleton of the leaves after a 
special treatment to remove parts of the tissue (1, 2, 3); and some have used 
specific leaves, such as the first mature leaf behind the growing tip (4, 10). 
Thus a search was made to locate a particular leaf of a specific crop that would 
best represent or indicate by a chemical analysis its mineral requirements for 
normal growth. Discovery of such a sensitive leaf w’ould eliminate the necessity 
of destroying the plant in diagnosis and aid in applying the cure before damage 
is done. 

The resxilts of this search have not been entirely satisfactory to date; much 
progress has been made, yet many problems have arisen (9). These problems 
include, among others, the recognition of normal growi;h, the effects of varietal 
differences, climate, soil type, differences in level of available nutrients, and time 
of year or stage of growth. 

The purpose of this paper is to present results obtained during a study of the 
^eaf composition of cane fruits. This study is a continuation of experiments 

^ Published as Technical Paper No. 497 with the approval of the director of the Oregon 
Agricultural Experiment Station, Oregon State College, Corvallis, Oregon, as a contribution 
of the soils department. Assistance given by W. L. Powers, who initiated the field exper- 
iments and who supplied the yield data included herein, is acknowledged. 

* Assistant soil scientist. 
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previously reported (4) and is concerned chiefly with the variations in leaf 
composition throi^out a growing season, with emphasis on the role of potassium. 
Where black and red raspberries are concerned, soil samples were taken concur- 
rently with leaf samples to study the correlation between supply of available 
potash in the soil and leaf composition. 

MATBBIAIiS AND METHODS 

This investigation was carried out with established major and minor element 
fertilizer trials on three distinctly different soil t 3 T)es. They are Powell silt 
loam (heavy subsoil phase), a soil type near Gresham, Oregon, which has re- 
sponded slightly to potash fertilization of red raspberries; Olympic sUty clay 
loam, an eroded hUl soil from Lacomb, Oregon, growing black raspberries and 
responding most conristently to potash applications used in this study; Powell 
alt loam from Troutdale, Or^on, supporting Boysenberries, considered one of 
the better soils of the Powell series and responding erratically to K applications; 
and Amity sUty clay loam from Woodbum, Oregon, a soU which has given some 
positive response to K fertilization of gooseberries. 

The leaf selected for analysis was the first mature leaf behind the growing tip 
(4), some 50 to 100 leaves being composited from each row. Travel restrictions 
limited sampling to each 6 weeks, and in some cases not aU crops were sampled 
at the same growth period. Surface (0-6 inches) and subsurface (6-12 inches) 
soU samples were taken from each plot when leaves were collected from the red 
and black raspberry plots. These samples were comporited from three or more 
borings coUected with a 3-inch post-hole digger and smaller auger. 

Exchangeable potassium in the soU was extracted with neutral normal am- 
monium acetate, precipitated as cobaltinitrite and estimated with ceric am- 
monium hexanitrate and sodium oxalate titration. Leaf samples were oxidized 
with a mixture of nitric and perchloric acids (11). 

BESTTtvrS Aim DISCUSSION 
Leaves 

The ultimate value of leaf analysis as a guide to potash fertUization of cane 
fruits for maTumum yield in Oregon is not known. Interpretation of the results 
of this study, however, indicates some possibilities. In table 1 are summarized 
data obtained during a complete growing season from analyses of red raspberry, 
black raspberry, Boysenberry, and gooseberrj'^ leaves. Sampling intervids were 
timed to correspond roughly to the early sprii^ leaves produced before much 
powth was made (preblossom), leaves taken when the plants were in full bloom 
(blossom), leaves taken when the plants were at the hei^t of fruit production 
(fruiting), and those leaves that remained after harvest was completed and new 
fall powth evident (postharvest). In the case of the gooseberries, leaves 
sampled in the fall were fliose produced after the plant had recovered from de- 
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foliation® suffered during harvest and came from the old wood rather than from 
new growth. 


TABLE 1 


Potassium cowpo&ilion of cane fruit leaves as affected by K feitiliMion and stage of 

growth 


field tsx^tmi:kt 

PREBLOSSOU 

K 

BLOSSOM TL 

rauiTiNo K 

POST HAB- 

vestK 



pounds 


per cent 

per cent 

per cent 

per cent 

per cent 

tons 



Red raspberries — Powell silt loam 



None 


1.19 

1.33 

0.47 

1.07 


2.60 



1.46 

1.28 

0.80 

0.67 


2.25 



1.93 

2.19 

1.00 

o.ai 


2.76 



1.49 

1.60 

1.17 

0.90 


2.37 



1.56 

2.00 

1.47 

0.90 


2.40 


Black raspberries-— Olympic silty clay loam 


None 


0.96 

0.09 

WIM 

0.43 


0.52 

500 

5-20-0 

0.90 

0.10 

KB 

0.25 


0.43 

500 

5-20-10 

1.21 

1.26 


0.35 


0.58 

500 

5-20-16 

1.38 

0.81 


0.55 


0.88 

600 

5-20-20 

1.63 

1 

0.72 


0.38 


1.18 


Boysenherries — Powell silt loam 


None 


♦ 

1.83 

1.63 

(3.96t) 


4.48 

600 

5-20-0 


0.90 

1.37 

0.90 


4.37 

500 

5-20-10 

.... 

1.60 

1.47 

1.27 


4.44 

1000 

5-20-10 

.... 

1.67 

1.97 

0.87 


4.61 

1500 

5-20-10 

.... 

2.07 

1.47 

1.60 


4.52 

None 


1.07 

2.27 

1.33 

1.02 


4.04 

500 

5-20-0 

1.47 

1.47 1 

1.37 

1.42 


3.98 

500 1 

5-20-10 

1.70 

2.43 1 

0.97 

1.33 


4.36 

600 

5-20-15 

1.50 

2.43 

2.17 

1.07 


3.94 

500 

5-20-20 

2.07 

2.43 1 

0.73 

0.97 


3.89 


Gooseberries— Amity silly clay loam 


None 


HB 

WM 

WSM 

0.77 

0.30 

1.52 

500 

5-20-0 




0.S6 1 

0.70 

1.83 

500 

5-20-10 

# • • • 

1.30 

0.38 

1.27 

1.07 

1.66 

500 

5-20-15 

• . 

0.93 

0.27 

0.73 

0.77 

1.75 

500 

5-20-20 

... ! 

1.07 

0.91 

1.07 

1.50 

1.42 


*Not sampled. 

t New growth, not comparable. 


Red raspberry plants growing on Powell silt loam received increasing incre- 
ments of a 5-20-10 fertilizer applied first in the early spring of 1939 by the 

* Hand harvest of gooseberries results in partial defoliation. 
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Station soils department. In table 1 the unfertilized and the 5-20-0 plots are 
included for comparison. The preblossom stage represents, more or less, the 
starting point of the growing season, and at this time fertilized and nonfertilized 
plants were similar in composition. Weathering agencies through the previous 
winter had released nonavailable potassium (12), which, with that stored in the 
plant body, was sufiScient to give all plants an equal start. As the season pro- 
gressed to the blossom and fruiting stages, however, differences were magnified 
by increasing needs of the maturing berries. Only those plots receiving potash 
fertilizers were able to maintain leaf potassium of 1.00 per cent or more while 
berry production was under way. Application of nitrogen and phosphate pro- 
duced more vigorous and larger foliage with a subsequent heavier drain on stores 
of available potash. Because the Powell soil was not particularly deficient in 
potash, supplies were suflSicient to enable the plants to maintain fairly high leaf 
potassium. Where no potassium w^’as added, the plants were smaller and less 
vigorous and contained only 0.47 per cent K during berry production as com- 
pared with 1.47 where the heaviest fertilizer application was made. As the peak 
requirement was passed with the completion of berry harvest, potassium was 
shifted into new cane growth and, consequently, concentration of K in the old 
leaves decreased. It is of interest to note that untreated plants had the highest 
K composition during this period. Since this plot produced less fall growth, it is 
Ukely that potash already in the leaves was not transported to such extensive 
growing areas as in the treated plots. 

The yields obtained are expressed as the 4-year average; the lowest was from 
the N-P plot, and the highest was from the plot receiving 500 pounds of 5-20-10 
fertilizer. The low yield from the N-P plot was likely due to increased vigor and 
growth from added nitrogen and phosphorus while potash was thus made some- 
what limiting. This is further supported by the fact that the untreated plot 
outyielded all but one K-treated plot (500 pounds of 5-20-10). 

Black raspberries grown on Olympic silty clay loam were fertilized with 
materials of increasing ratio of potash to phosphate and nitrogen rather than with 
increasing rates of a constant ratio material (table 1). Apparently the low 
nutritional status of the unfertilized soil was balanced, because when the general 
fertility was improved by application of nitrate and phosphate, potash impor- 
tance, as measured by berry yields, was approximately trebled. 

At the beginning of the growing season, plants in the unfertilized plot were 
small, light green, and presented a general unhealthy appearance. The leaves 
were small and contained nearly 1.00 per cent K, w'hich, if maintained, is perhaps 
enou^ to support a good yield. But this level was not maintained. It dropped 
to one-tenth of this value during the blossom stage, increased slightly during 
fruit production, and by the end of the season had reached about 50 per cent of 
the original value. Increase in K content of leaves sampled was closely related to 
translocation of potassium from senescent tissues such as dying canes and leaves 
which were more plentiful on this imtreated than on any treated plot. As the K 
reserves were drawn upon by blossom and fruit production, the older leaves began 
to daow evidence of potash starvation. The leaf edges and tips turned brown, 



LEAF AND SOIL POTASSIXJM 


309 


curled somewhat, and finally turned black; a condition known as leaf “scorch” 
developed. This condition in modified form has been found with red raspberries, 
Boysenberries, and also gooseberries. This symptom of K starvation has been 
shown to be due to the extremely low potash content of the leaves (4). In all 
cases, potash applications alleviated this condition, and in some cases it was 
eliminated. Leaf “scorch” has also been found to be closely related to excessive 
manganese absorption.* Leaves exhibiting bronzing or scorching contain un- 
usual quantities of manganese. This fact is being studied further. 

In the preblossom stage of growth, leaves were found to' contain approximately 

1.00 per cent K, the untreated being slightly lower and the most heavily treated 
somewhat higher than this value. In the blossom stage differences xvere most 
apparent, ranging from 0.09 in the check to 1.26 per cent in leaves from the 
6-20-10 plot. Despite heavier applications, the other potash-treated plots had 
leaves that contained less than 1.26 per cent K probably because of greater total 
absorption as measured by leaf, cane, and berry growth. The berry yields were 
high enough to account partly for a lower leaf K in these two plots. The lower 
leaf K was accompanied by slight bronzing and scorching. Regardless of 
greater potash removed in the fruit from treated plots, leaves from all plots were 
similar in potash composition at the end of ^e season. The larger, more 
vigorous plants on the K-treated plots probably were in better condition, how- 
ever, to resist winter injury. This is important in giving the plants a better 
chance for new cane growth in the fall in addition to a slightly higher potash 
level to start from in the spring. Thus, K fertilization of blackcaps on Olympic 
soil not only produced more berries the current year but alleviated scordh and 
allowed accumulation of greater quantities of available or soluble K for next 
year’s crop. 

Boysenberries were grown on a better grade Powell, except for the K-variation 
plots, than that on which red raspberries were produced. The plots included 
tests of rate of application and increasing ratios of K to N-P. This soil was not 
deficient in potash, and only slight increases in yields were obtained with N-P-K 
fetilization regardless of treatment. 

Leaf composition varied with the stage of growth, and was in most cases above 

1.00 per cent K. Since damaging leaf scorch was not found on these plots and 
ance it was found in plots where the K content of the leaf fell below 1.00 per cent, 
this quantity may be considered as a more or less critical level. This confirms 
the findii^s of Clark and Powers (4). With the Boysenberry K-ratio trials the 
leaf potassium content, determined at 6-week intervals, varied from less than 

1.00 per cent to more than 2.4 per cent, depending on the potash treatment and 
the stage of growth. The highest leaf potash was not found on the potash- 
treated plots, but in general these plots did have plants whose leaves maintained 
a relatively high level of total potassium. It is not known what soil differences in 
available potasaum existed in these plots, althou^ nearby vh^in soils were well 
supplied with available potash. 


* Unpublished data. 
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In the preblossom stage the leaf potassium content of the check plot was 1.07 
per cent and that of the high-potash plot was 2.07 per cent. These values 
reached a maximum of 2.27 and 2.43 per cent respectively during the blossom 
stage and then fell off during the fruiting stage. The data indicate a rapid 
decrease in the concentration of potassium in the leaves of the high-potash plot, 
likely due to berry production and also to the production of a more luxuriant, 
bushy growth of the canes. Regardless of treatment, the potassium content of 
leaves appeared to concentrate around 1.5 per cent in the preblossom and 2.4 
per cent in the blossom stage. In the fruiting period, erratic values were found, 
varying from 0.7 to 2.2 per cent. At the postharvest period, however, all treat- 
ments had leaves that contained about 1.0 per cent potassium. No correlation 
was apparent between potassium content of leaves and yield. 

The potassium content of leaves from the rate trials varied slightly with treat- 
ment and widely with time of sampling. In general the levels were similar to 
those found in the potash-ratio trials. 

With gooseberries there was little correlation between potassium content of 
leaves and potassium applications, probably because the gooseberry bush is fed 
by roots which penetrate to soil depths not immediately affected by potash 
fertilizers. Highest yield increase due to potassium additions was obtained from 
the medium-potash plot. Potassium found in leaves from this plot was 0.93, 
0.27, 0.73, and 0.77 per cent respectively in the four periods sampled, 0.27 being 
the level found during fruit production. Additional potash increased the leaf 
content, but this was not reflected in the yield ; actually the lowest yield obtained 
was that from the high-potash plot, indicating that potash applications to this 
plot upset the nutrient balance and encouraged luxury consumption. 

Plots receiving potash fertilizers were able to deliver more potash to the berries 
throughout the growing season and to maintain a higher potassium level to 
supply nutrient for the following year’s new growth. This was probably the 
chirf benefit derived from applications heavier than the medium rate. Increas- 
ing the potassium content of a leaf by fertilizer applications likely does not bene- 
fit the leaf or the plant unless the element is at a critical level and the plant is in a 
critical growth period, such as that during fruit production. 

Bronzing of gooseberry leaves is definitely related to the potassium content. 
Low values for potassium content are usually found where bronzing has occurred, 
and the degree of bronzing is increased as the potassium decreases. From one 
third to one half as much potassium is found in bronze leaves as in normal green 
leaves, even though the leaves are removed from potash-fertilized plants. 

Establishment of a critical level for leaf potash must be done at the time when 
needs are greater than the supply. With cane fruits this probably is near the 
blossom period. The purpose of diagnosis is to enable application of a cure be- 
fore malnutrition proves fatal; diagnosing K deficiencies in the blossom stage of 
cane fruits, or later, approaches a post-mortem diagnosis. The damage has 
been done before treatment begins, and chemical analysis of leaves during the 
blossom stage, though facilitating a prediction of what may happen, cannot indi- 
cate the treatment to prevent undesirable results. Analysis of leaves in the pre- 
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blossom stage will reflect the effects of the previous year’s treatment but will not 
necessarily indicate the K-supplying power of the soil or what will happen when 
fruit production demands for K are made. The value of later leaf samplings be- 
comes less and less as maturity is passed, especially for the current year’s crop. 

To be most valuable in diagnosing needs and prognosticating treatments of 
cane fruits, leaf analysis, therefore, may best be based upon an early stage of 
growth and a leaf more sensitive to K fluctuations than is the first mature leaf 
behind the growing tip. It is possible that the oldest leaf, from which transloca- 
tions occur as demands are increased, would be more sensitive. Not only 
would this leaf allow an earlier diagnosis, as pointed out by Thomas (9), but it 
also would assist prognosis and treatment of the current year’s crop. These 
older leaves, however, may be more subject to disease. 

Soils and leaves 

It has long been recognized that potassium is subject to luxury consumption. 
In order to study correlation of supply and demand for this element, soil samples 
were taken concurrently with leaf samples from the Powell and Olympic surface 
soils. Table 2 shows the quantities of exchangeable potash present in the first 
two 6-inch layers of soil at four intervals during the growing season. 

The Powell soil used was not low in exchangeable potassium, and small 3 rield 
increases due to K applications would be expected. The untreated surface soil 
contained 173 p.p.m. of exchangeable K, which, if maintained, would be suffi- 
cient. The surface layers of the K-treated plots contained 385 to 680 p.p.m. in the 
preblossom stage. The subsurface layer varied from 96 p.p.m. in the untreated 
to 366 in the most heavily treated plot. Concurrently sampled leaves (see 
table 1) were found to contain potassium in amounts somewhat paralleling the 
exchangeable supply. 

When heavier demands were made on the exchangeable supply during the 
blossom period, changes in exchangeable K were most marked in the 6-12-inch 
layer. Absorption had depleted the supply to or below a level critical for good 
gro\^ih in the plots receiving no K fertilization. Exchangeable K in the check 
plot reached a low of 9 p.p.m., which was but 10 per cent of the initial figure. 
The corresponding amount in the plot treated with 1000 pounds 5-20-10 was 93 
p.p.m., or 22 per cent. Since the blossom stage is critical in the life of the plant 
so far as fruit production is concerned, maintaining a level of exchangeable K 
sufficiently high to prevent depression of growth and to facilitate berry formation 
at this time is of utmost importance. 

It is known that the available moisture throughout the blossom period may be 
limiting, and unless it is controlled by irrigation practices, some drying and 
baking in the immediate surface occurs. This forces the root system to absorb 
from lower layers, hence removal of exchangeable K in the second soil layer 
approaches completion while in the surface it is relatively unchanged. Two 
possibilities of alleviating this condition are, first, proper irrigation and, second, 
fertilizer placement. If K applications were made to the area where the roots 
are effecting major absorption, the exchangeable level could be kept high enough 
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to prevent growth limitations imposed by a deficient supply of potash. The 
present practice is to apply fertilizers to the surface or in a diallow furrow and 
then let moisture and tillage practices get them into the areas where roots are 
established. So far as potassium is concerned, irrigation or natural rainfall 
would be quite inefiSicient, except over a period of time, since depth penetration 
of added potassium probably is not great.® Furrow applications are complicated 
by the root habit of such plants. Broadcast fertilization is wasteful with this 
type of crop because of the relatively unused area. Fertilizing in a furrow 
about 6 inches deep along each side of the irrigated berry row would be ideal. 
Eesults of furrow and broadcast applications to Boysenbenies are available, and 

TABLE 2 


Seasonal levels of exchangeable K in soil as modified by potash applications 


nSlD TBEATUXKT 

FSXBLOSSOIC STAGE, 
EXCHANGE X 

BLOSSOH STAGS, 
EXCHANGE X 

TStXJITINO STAGS, 
EXCHANGE X 

POSXBAHVESI STAGE, 
EXCHANGE X 


0-6 inches 

6-12 inches 

0-6 inches 

6-12 inches 

0-6 indhes 

6-12 inches 



pounds I 

P.PJM. 

p.PM. 

p,pm. 

P.pM, 

p.pM. 

p.pjn. 

p.p.m. 

p.p.m. 


Powell silt loam 


None 


173 

96 

238 

9 

148 

39 

207 

112 

500 

5-20-0 

236 

135 

162 

36 

130 

71 

117 

129 

500 

5-20-10 

385 

136 

255 

82 

220 

140 


267 

1000 

6-20-10 

521 

211 

501 

93 

535 

282 

512 

155 

1600 

5-20-10 

580 

366 

475 

127 


495 
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Olympic silty clay loam 


None 


107 

69 

156 



29 

118 

66 

500 

5-20-0 

198 

148 


21 

78 

22 

67 

22 

500 

5-20-10 

134 

78 

68 


146 

60 

126 

99 

500 

5-20-15 

252 

33 

316 

63 

152 

47 

182 

66 

500 

5-20-20 

292 

174 



161 

67 

179 

195 


although the furrows were only 3 to 5 inches deep, a S-year average increase of 
0.26 ton for furrow application was obtained. 

As the season progressed, fluctuations in exchangeable soil K were noted 
(table 2). These were the result of absorption by the crop and upward leaching 
due to evaporation. At the end of the season the exchangeable K levels of all 
plots appeared to approach closely the level at the beginning of the season. The 
release of insoluble forms of potassium, studied by Wood and DeTurk (12) and 
others, in equilibrium reactions, in addition to falling leaves, upward leaching, 
trandocation out of the plant roots, and weathering agencies accounts for this 
return to the original status. Ee-establishment of the original status was most 
rapid where potash applications had been made, the N-P plot being the slowest 
to return. Maximum K depletion of the soil occurred in the first 6 weeks, fol- 
lowed by a return to near the original status as the season ended. Surface 


B Unpublished manuscript. 
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soil of the N-P plot had not recovered by the end of the growing season, although 
the subsurface appeared to have done so. With the treated plots, both surface 
and subsurface had recovered because of the greater K-supplying power. 

It is noteworthy that the Olympic soil contained significantly less exchangeable 
K in the surface horizons that did the Powell soU. This explains the more 
consistent yield increases to potash fertilization obtained from the Olympic soil. 
In general, behavior of the N-P plot of both soil types was similar; that is, a 
depletion occurred mainly in the first 6 weeks, the subsurface layer tended to 
return to initial status more rapidly than the surface, and leaf composition con- 
tinued to decrease from the original level as the season advanced. Leaves from 
the N-P plot never contained as much as 1.00 per cent K, bronzing or “scorch” 
was increasingly prevalent throughout the season, and the plants were small. 

The treated and untreated Olympic soils responded similarly, but because of 
added potassium the supplying power of the treated soil was greater and the 
return to near equilibrium status was more rapid. Exchangeable potash in the 
surface was generally reduced before the plants blossomed but gradually in- 
creased, while that in the subsurface was reduced below critical concentrations 
but rose until the end of the growing season, when the original exchangeable 
level had been restored. 


SUMMARY AND CONCLUSIONS 

A study of seasonal variation in potash content of selected leaves from red 
raspberry, black raspberry, Boysenberry, and gooseberry plants, together with 
changes in exchangeable potassium content of two soils, is reported. Four soils, 
Olympic sUty clay loam, Powell silt loam (a deep and a shallow phase), and Amity 
silty clay loam, were studied. Fertilizer applications to the soils in the field 
ranged from 0 to 1,500 pounds per acre of 5-20-10 and included, in some cases, 
increases in rates of application and, in others, increases in ratio of K to the N-P 
applied. Check plots and N-P plots were included for comparison. 

It was found that the K content of the first mature leaf behind the growing 
tip was greatly influenced by K fertilization and stage of growth. At the be- 
ginning of the season’s growth the carry-over of the previous year’s fertilization 
was closely related to the amount of K applied. Passing throu^ growth 
stages of preblossom, blossom, fruiting, and postharvest, leaves showed wide 
variations in K content. With the exception of black raspberries, the potash 
content was highest in the blossom stage. In red and with black raspberries, 
the lowest leaf potash was found in the postharvest period. In Boysenberries, 
leaf composition varied widely with treatment and stage of growth. Gooseberry 
leaves contained minimum potassium during the fruiting stage. 

Relationship of exchangeable K in the soil to leaf composition was found to be 
erratic. This indicates that either there is no correlation between these quanti- 
ties or that a more sensitive leaf than the one sampled exists. The latter case 
seems most likely. There was little relationship between leaf composition and 
yield in this study. Yield data, however, showed that application of N-P ferti- 
lizers increased the need for K except with gooseberries. Bronzing or leaf scorch 
was found wherever leaf K was much lower than 1 .00 per cent prior to the fruitiug 
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stage. Any attempt to set a level of leaf K below which it would prove advan- 
tageous from a yield standpoint to make K applications must be based on the 
stage of growth. Also, critical levels of leaf potassium below which K deficiency 
will appear, either as visible symptoms or as decreased yield, must be correlated 
to stage of growth. Potash is needed in larger quantities during the blossom 
stage, in which fruit production actually begins, than in any other stage. Estab- 
lishing a need for potash at this stage is too late, however, to help the current 
year’s crop materially. Use of a more sensitive leaf or a leaf that can be sampled 
earlier in the season, such as the most mature or senescent leaves, is suggested. 
Recent evidence obtained suggests that the use of a leaf adjacent to the fruiting 
tip will correlate leaf composition and need for potash with ultimate yields. This 
possibility is being investigated further. 

Potash absorption from the 6- to 12-inch soil layer was found to be particularly 
high during the blossom stage of growth of both red and black raspberries, al- 
though wide variations in exchangeable K content of the surface soil were found. 
This fact, together with yield increases obtained from fertilizer trials initiated in 
1939 by the soils department, suggests that greater emphasis diould be given to 
fertilizer placement, especially where there maj^ be a nutrient deficiency and 
roots are restricted to a limited area, as with the Olympic soil. Instead of apply- 
ing potash to the surface of such a soil, a furrow at least 4 to 6 inches deep should 
be made so the fertilizer can be placed nearer the roots. Yield increases obtained 
from applications made in a shallow (3 to 5 inches) furrow, where potash is not 
particularly limiting, emphasize this. 
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The soil mineralogist is interested in evaluating the soil in terms of its mineral 
content and in utilizing the information obtained along with that of the chemist, 
the biologist, and the physicist in dealing with problems of soil classification, 
formation, and fertilization. In other words, soil mineralogy is that branch of 
soil science which deals with the nature of the inorganic part of the soil, the 
framework upon which, in most cases, all other soil characteristics develop. 

The mineral groups of interest from a soil standpoint are relatively few in 
number. Minerals are classified generally as primary or secondary: primary 
minerals are those that are formed by the solidification and crystallization of a 
molten magma under varying conditions; and secondary minerals, those formed 
as decomposition products of primary minerals. The crust of the earth is 
essentially igneous. Clark estimates 95 per cent igneous (including meta- 
morphic), 4 per cent shale, 0.75 per cent sandstone, and 0.25 per cent limestone 
as Ihe average distribution of various rock types to a depth of 10 miles. In 
addition to his estimate of this rock distribution, he (1) has further estimated the 
average mineral composition of the lithosphere as 57.8 per cent feldspar, 12.8 per 
cent quartz, 16 per cent amphiboles, 3.6 per cent mica, 8.0 per cent accessory 
minerals, 1.1 per cent clay, 0.5 per cent carbonates, and 0.2 per cent limonite. 
The surface of the earth, in which soil investigators are generally interested, is, 
however, underlain by 75 per cent sedimentary rocks and only 25 per cent igneous 
rocks. In most cases, therefore, soils have been derived generally from pre- 
existing sediments and are a part of a cycle of weathering which started with 
igneous rocks and the minerals of which they are made. 

The average mineral composition of sedimentary rocks as calculated by 
Krynine* gives a very different picture of the distribution of mineral groups in- 
volved in the formation of soils. His estimate places quartz as the most abun- 
dant mineral, micas and carbonates in about equal proportions, followed by 
days, feldspars, accessory minerals, and limonite in the order named. 

These estimates are set forth in table 1, which shows that the important 
mineral groups with which soil investigators are concerned are only about ei^t 
in number. 

Most minerals occur as members of a series, and these series are established on 
the basis of chemical and physical similarities. The chemical and phydcal 

1 Paper presented at the meeting of the American Chemical Society, Chicago, minois, 
September, 1946. Authorized for publication on September 5, 1946, as paper No. 1339 in 
the Journal Series of the Pennsylvania Agricultural Experiment Station. 

* Professor of soil technology, department of agronomy, The Pennsylvania State College , 
State College, Pennsylvania. 

* Personal communication. 
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properties of minerals within a series are therefore variables, and any studies 
involving the characteristics of a mineral must necessarily commence with the 
determination of the series and then the position of Hie mineral in the series. 
The members of a series which exhibit the limiting properties of that series, then, 
are termed “end members,” and for most series the end members are known. 

TABLE 1 


Mineral composition of the crust and the average sediment of the earth 


’ laZQESAL 

CRUST* 

AVBRAOE SEDneSNTt 

AVSXAOS SEDDIXlilX, 
CASBONAXE-TSEE 

Feldspar 

per cent 

57.8 

per cent 

7.0 

per cent 

8.7 

Quartz 

12.8 

38.0 

47.6 

Amphibole 

16.0 

Mica 

3.6 

20.0 

25.0 

Accessory 

8.0 

3.0 

3.8 

Clay 

1.1 

9.0 

11.2 

Carbonates 

0.6 

20.0 

limonite 

0.2 

3.0 

3.8 



♦aark (1). 

tKrymne, personal communication. 


TABLE 2 

End merriberst chemical compositions, and intermediate refractive indexes of some typical 

mineral series 


gHTPTttg 

END lOClfBSRS 

CHXmCAL COUPOSmON 

INTBRUEDUIE 

SETRACIIVS 

INDEX 

Plagioclase feldspar 

Albite 

NaAlSiaOs 

1.529 


Anorthite 

CaAlSi 30 s 

1.683 

Alkali feldspar 

Orthoclase 

KAlSi»0« 

1.523 


Celsian 

BaAlSiaO, 

1.593 

Muscovite 

Muscovite 

H4Ka(AlFe)flSi«024 

1.682 


Phengite 

H4K3(MgFe)Al4Si70a4 

1.610 

Biotite 

Phlogopite 

HJ^aMgaAlaSieOai 

1.664 


Annite 

H 4 K 2 F Ce A1 aSi e034 

1.690 


The Innits of the chemical compositions of some important mineral groups 
encountered in soil studies are set forth in table 2. It will be noted that in this 
list the minerals are tabulated by groups, and ttie compositions are those of the 
end members of the group as well as they are xmderstood. Correlated with 
chemical competition are the optical properties of the memb^ of these various 
series. Consequently, the determination of the optical properties of a mineral 
in a series establishes its chemical compotition. Investigations of the charac- 
teristics of the min^als of soils, therefore, include the separation and subsequent 
study of these various mineral groups by chemical, optical, or x-ray procedures. 

The fragmental materials of soils axe generally coated or cemented together to 











MINERALOGIC APPROACH TO SOIL PROBLEMS 


317 


form aggregates by free iron oxides of varying degrees of hydration, and in some 
cases also by organic matter. The removal of these free iron oxides and organic 
matter is imperative to quantitative separation and identification of soil min- 
erals. Organic matter can be readily destroyed by successive treatments with 
10 per cent hydrogen peroxide; the removal of the free iron oxides is more difficult. 
In 1936 Truog and his associates (6) introduced nascent and oxalic acid to 
reduce and dissolve free iron oxides occurring in soils, and in 1941 the writer (2) 
utilized nascent hydrogen produced by the action of oxalic acid on aluminum in a 
soil suspension to reduce and dissolve free iron oxides prior to mechanical analy- 
sis and petrographic study. The soil separates obtained by either method con- 
sist of clean discrete mineral particles that can be separated successfully by means 
of heavy liquids and subsequently studied by appropriate methods to establish 
their identity and distribution. 

In the study of the mineral characteristics of soils it has been found by various 
investigators that the mineral composition of the very fine sand (0.10-0.06 mm.), 
silt (0.05-0.002 mm.), and clay separates sets forth their most important mineral 
properties. This necessitates the mechanical separation of the iron-oxide-free 
soil into various sized particles. The various procedures for mechanical 
analysis of soils have been reviewed by Krumbein and Pettijohn (3, pp. 91-182). 
The removal of organic matter, and of free iron oxides, and the mechanical 
analysis are, therefore, necessary preliminary steps in establishing the mineral 
character of soils. 

The next step is the separation of the mineral components of the very fine sand 
and silt into the various mineral groups for further study and identiBeation. 

The fact that the specific gravity of minerals is a fairly definite characteristic 
has proved very useful in effecting a separation of minerals, whereby their 
abundance can be estimated and identification greatly facilitated. Organic 
heavy liquids are generally utilized for these separations; mixtures of symmetrical 
tetrabromethane and nitrobenzene used according to Volk (7) have proved 
extremely useful in this procedure. For convenience it has been found that 
three specific gravity groups are generally sufficient to provide material for optical 
studies. These three groups are the ‘‘heavy group,” minerals having a specific 
gravity greater than 2.90; the quartz group; and the feldspar group. In some 
cases where special attention is being given to certain specific minerals, separa- 
tions based on narrower ranges may be made; however, in most cases these three 
specific gravity groups provide ample material for study. 

Milner (5, pp. 607-612) lists some 660 different minerals according to their 
pacific gravities, and from these data we find that about 83 per cent of the 
Imown minerals have specific gravities of 2.90 or greater, 12 per cent have spe- 
cific gravities approximating quartz, and 6 per cent approximating microcline. 

It is, therefore, to be expected that by far the greatest variety of minerals will 
be found in the specific gravity group of 2.90 or greater. This is true in most 
cases. Tlie minerals of this group are generally listed as accessory, because even 
thou^ there axe a great variety their relative abxmdance as a group is small. As 
a mineral group, however, they are important because it is by study of them that 
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tte mode of origin and identification of soils may be investigated. Marshall (4) 
utilized heavy mineral ratios in such studies with much success. 

Another important property of the heavy mineral group which has received 
some attention but which has not been explored fully in varying content of the 
so-called minor elements in many of the minerals. This may have an important 
bearing on further work along those lines. Table 3 sets forth a list of common 


TABLE 3 

Heavy minerals common in soils and trace-element occurrences possible 


MZNEEAL 

TSACE ElENENT 

lONEEAL 

TEACB ELEMENT 

Zircon 

Hf 

Cyanite 


Tmirmn-liTiA 

B,Li 

Hypersthene 


Chlorite 

Enstatite 


Biotite 

Cr, Li, Mn 

Sillimanite 


Muscovite 

Apatite 

PI, Mn, Sr 

Epidote 

Pb, Sr 

Barite 

Sr, Pb 

Anatase 

Cb, Ta 

Pluorite 

Yt, Ce, Di, La 

Hornblende 

Co, PI 

Hematite 

Augite 


Leucoxene 


Garnet 

Cr 




TABLE 4 

Variation in feldspar content of very fine sand separates of different horizons of some soils of 

different origin 


XELDSFAX CONTENT OE SSPAEATES TX01C VAXIOUS HOXIZONB 



Ai 

Ai 

As 

Bx 

Bs 

Bi 

B4 

Cl 

C* 

Cl 

Leetonia* 

percent 

per cent 

3,4 

Percent 

2.8 

percent 

4.7 

percent 

3.3 

percent 

percent 

percent 

8.9 

percent 

7.3 

percent 

Gilpin* 

2.4 

1.5 

1.0 

0.5 


.... 

tr. 

tr. 

tr. 

Calvin* 

7.4 

3.6 

1.8 

1.1 

1.0 

.... 


0.9 

1.3 

.... 

Hagerstown, Pa.f 

23.5 

23.6 

22.8 

15.3 

43.8 

37.6 

46.0 

42.6 

32.7 


Hagerstown, Ind.f 

21.6 

21.8 

.... 

22.4 

17.2 


.... 

19.7 

.... 

.... 

Hagerstown, Va.t 

18.5 

.... 


9.6 




6.6 

10.0 

.... 

Dunkirk, Va.t 

12.1 

19.4 

16.4 

11.5 

.... 



10.9 

.... 

.... 


* Parent material sandstones and shales, 
t Parent material limestone and dolomites. 


heavy minerals that have been identified m soils by various investigators and 
^ows the variety of minerals that may be encountered in work of this type, as 
well as certain trace elements that have been identified in several of them. 

By far the most important mineral group found in the sand and silt fractions of 
soils is the feldspar. The abundance and variety of feldspars of the alkali and 
plagioclase series formd in soils vary greatly. Some soils contain mere traces; 
others, relatively large quantities. The feldspars are important because thqy 
are the source of large amoimts of potassium, calcium, and sodium, as well as 
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many of the clay minerals which occur in soils. Data are seriously lacking on the 
general distribution of Mdspars in soils and the relation of fddspars to type of 
clay mineral formed under different environments. General statements are 
available, but specific data covering large areas of soils are laddi^. In the study 
of potassium problems, information of this t3rpe would appear very helpful in the 
interpretation of results. 

Table 4 sets forth the variation in feldspar content of some typical Pennsyl- 
vania soil profiles. Thou^ the type of clay present has not been studied fully, 
preliminary work has shown a great variability between different soils, which is 
further refiected in the ability of these soils to fix and release potassium. The 
study of the role of feldspars in soils is a very fertile field for investigations not 
only of potadi, but also of weathering processes and of soil formation. The first 
step, however, is a full understanding of the general distribution in soils of these 
very important mineral series. 

Another important group of minerals, which are as widely distributed as the 
feldspars, are those of the muscovite series. Like the feldspars, they contain 
M gb amounts of potasaum and, upon weathering, produce clay complexes quite 
different from those derived from the feldspars. Less is known about the general 
distribution and properties of muscovite in soils than of feldspars. Muscovite 
may be both primary and secondary. The distinction is difficult to make, par- 
ticularly in attempting to study weathering processes in which muscovite is 
involved. 

"With information on hand concerning the mineral compoation of the sand, 
silt, and clay separates, their composition and proparties are the next phase of 
interest in designating the mineral character of a soil. The types of clay min- 
erals present in the clay fraction may be ascertained by a variety of proc^ures, 
including x-ray, thermal, and chemical methods. 

The influence of the mineral composition of the coarser fractions of soils upon 
the type of clay mineral produced by weathering reactions is not well understood. 
That differences should exist is obvious, but it must not be concluded that all of 
the day fraction found in soils has been derived from the weathering of the sand 
and silt fractions. In many cases depositional processes can account for the 
presence of certain types of clay minerals in soils, and care must be exercised in 
the interpretation of results obtained. 

SUMMABT AND CONCLUSIONB 

A phase of soil science which has to do with the determination of the gross 
mineral composition of soils has been discussed. The mineral groups en- 
countered in such studies are few, consisting of the feldspar, quartz, mica, heavy 
minerals, carbonates, and clay series. The variations in the abundance and 
distribution of these mineral groups in soils have much to do with their character- 
istics, mode of formation, weathering reactions under various climatic conditions, 
and agricultural utilization. It has been pointed out that certain of theminor 
elments may be found in the heavy mineral group, and also that the character 
and distribution of the fddspar and mica series may have a decided bearing on 
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the nature and type of clay fraction developed under different weathering con- 
ditions. It was emphasized that methods and procedures are now available for 
studies along the lines indicated, but that in many cases data still are lacking. 
This field of soil science deserves further consideration; all the details outlined 
should be taken into account so that a soil may be accurately characterized. 
When such information is available, it should be possible to eliminate some of the 
confusion in soil classification and in the interpretation of fertilizer experiments. 
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distribution of total and alicali-solxjble organic 

MATTER BETWEEN THE WHOLE SOIL AND SOIL AGGREGATES 
OF DUNMORE SILT LOAM: III. INFLUENCE OF LONG-TIME 
FERTILITY TREATMENTS^ 

JESSE ELSON 

Virginia AgtieuUural Experiment StaUon 
EeoeiTed for pubUoation, Ausust 30, 1046 

The first paper of this series® reported that in plots treated yearly since 1914 
with farmyard manure (horse dung) or with artificial fertilizers the whole soil 
and two aggregate-size groups contained more total and alkali-soluble organic 
matter than adjoining untreated plots. The manured plots contained more 
than those receiving artificials alone. Seasonal variations in the organic matter 
content of the aggr^ates were also noted. In the second paper of the series,® 
the whole soil and five aggregate-size groups were compared. There was evidence 
that some of the size groups were related, though differently as regards total 
and alkali-soluble organic matter. On the basis of alkali-soluble organic matter 
alone, the size groups were divided into two classes, those larger than 1.0 mm. 
and those smaller. In the present paper the study is extended for a full four- 
course rotation using the 1.0-2.0-mm. group as representative of the large 
aggregates and the 0.10-0.25-mm. group as representative of the small ones. 

KESXJMS Am> DISCUSSION 

The data herein presented for the total and alkali-soluble oi^anic matter 
in the whole soil and in large and small aggregates represent four sampling 
periods of 6, 18, 30, and 42 months after ground limestone had been applied 
to 96 plots in the spring of 1940. The data for the four sampling periods are 
presented in tables 1, 2, 5, and 6. The summaries of the analyses of variance 
and of covariance are presented in tables 3 and 4, respectively. Table 3 shows 
the significant effects at the 1 and 5 per cent levels of the experimental factors, 
for example, crops, series, periods, and treated plots vs. untreated plots. Table 
4 shows the tests of significance after adjustment for the regressions as follows: 
(a) between alkali-soluble and total organic matter in the whole soil and in 
the soil aggregates, and (&) between the whole soil and soil aggregates in content 

^ Contribution from the Virginia Agricultural Experiment Station, Blacksburg, "Virginia, 
and the Soil Conservation Service, U. S. Department of Agriculture. The author was 
formerly, soils technologist, Virginia Agricultural Experiment Station, and is now 
associate professor of soils, National Farm School and Junior College, Bucks County, 
Pennsylvania. 

^ Elson, J., and Azar, E. 1943 Distribution of total and alkali-soluble organic matter 
between the whole soil and soil aggregates of Dunmore silt loam: I. Influence of fertility 
treatments 6 and 18 months after liming. Soil Sd, 55: 177-183. 

> Elson, J. 1943 Distribution of total and alkali-soluble organic matter between the 
whole soil and soil aggregates of Dunmore silt loam: II. Compazison of five aggregate-rise 
groups 30 months after liming. SoilSd*^^: 235-240. 
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of both alkali-soluble and total organic matter. It should be imderstood, 
for the regressions in table 4, that significance at the 1 or 5 per cent level shows 
a difference, whereas nonsignificance indicates a correlation. This point was 
previously discussed.® 


TABLE 1 

Total organic matter in whole soil and in soil aggregates — summary of treatment compare 
ison for treated vs. untreated plots and for manured ve. fertilized plotSy by crops, by 
sampling periods, and by series of plots.* 
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Hi 
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B1 





Sampling perioda 


6 months. . . . 

2.78 

2.19 

O. 5 J 8.36 

2.42 

E 

2.67 

2.17 


3.26 

2.38 

E 

2.75 

2.14 

0.61 

3.84 

2.45 


18 mmiths. . . . 

2.72 

2,21 

0.51 8.29 

2.44 

32 

2.55 



8.07 

2.29 

32 

2.60 

1.99 

0.61 

8.12 

2.84 


80 months.... 


2.17 

0.m 3.27 

2.42 

32 

2.68 

2.12 


8.28 

2.89 

32 

2.79 

2.16 

0.63 


2.51 

0.84 

42 months..., 

2.68 

2.13 

0.55 3.84 

2.35 


2.65 

2.08 

0.57 

3.28 

2.88 

21 

Hi 

2.15 

0.55 

8.36 

2.86 
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* Eesults in percentage of dry matter. 

t Data on treated plots represent the mean of iS plots: 32 fertilised and 16 manured. 
t Data on untreated plots represent the mean of 48 plots. 

§ Data on manured plots represent the mean of 16 plots. 
il Data on f^ilized plots represent the mean of 32 plots. 

If For series of plots the means are for one-fourth the number of xdots. 


Total vs. dhdi-solvbls orgame maUer 

The tests of significance presented in table 4 indicate the relationship found 
between alkali-soluble and total organic matter in the whole soil and in the 
two aggregate-tize groups. It is evident from the regrestions that alkali-soluble 
closely followed total organic matter in the whole soil and in small i^regates. 
However, since this did not hold for the large aggregates, it is taken to mean 
that the accumulation of the alkali-soluble fraction in the laige a^egates did 
not depend soldy on the amount of total organic matter in this size' group. 
Other factors sudi as fertilizer or manure treatments influenced the ratio of 
alkali-soluble to total organic matter in these aggregates. 
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Total organic matter in thA whole soil and aggregate-size groups 

The tests of significance in table 4 indicate little relationship between the two 
aggregate-size groups and the whole soil as regards total organic matter. 
Further, the two aggregate-size groups were less closely related to each other, 

TABLE 2 


Alkali-soluble organic mcntter in whole soil and in soil aggregates — summary of treatment 
comparisons for treated vs. untreated plots, and for manured vs. fertilized plots, 
by crops, by sampling periods, and by series of plots* 



Com 

1.63 

1.23 

m 

1.62 

1.33 

m 

1.55 

1.20 

Hi 

1.88 

1.38 


1.54 

1.17 



1.87 


Wheat 

1.53 

1.25 

Qg 

1.88 

1.36 


1.60 

1.27 


1.76 

1.87 


1.56 

1.21 

0.85 

1.86 

1.41 


Clover 

1.56 

1.28 


1.88 

1.36 

BB 

1.56 

1.26 


1.86 

1.41 

0.45 

1.56 

1.2S 

0.38 

1.88 

1.40 

0.48 

Glass 

ffii 

Bi 




H 

IS 

mg 

B 

m 


mg 

1.63 

1.27 

m 

B 

mg 

0.61 


Sampling perioia 


6 months 

1.55 

1.24 

HI 

1.87 

1.34 

0.63 

1.56 

1.24 

iS 

1.91 

1.89 

0.52 

1.47 

1.16 

Hi 

1.77 

1.82 

0.45 

18 months. .. . 

1.47 

1.21 

BB' 


■Pirn 

0.50 

1.46 

1.21 

El: 

1.74 

1.82 

0.42 

1.44 

1.13 

0.81 

1.74 

1.28 


30 months.... 

1.43 

1,17 

BB 

1.74 

1.28 


1.46 

1.16 

11 

1.66 

1.86 


1.56 

1.21 

mm\ 

1.62 

1.48 


42 months. . . . 

1.71 

1.33 

B 

2.12 

B 

0.62 

1.64 

1.35 

0.26 

1.98 

1.48 

0.50 

mm 

1.88 

0.42 

2.25 

1.57i 



Series of plots ^ 


I 

1.54 

1.17 

0.87 


1.29 


m 

1.23 

0.37 

1.98 

1.40 

im 

1.66 

1.11 

m 

2.08 

1.29 

0.70 

n 

1.52 

1.87 


1.88 

1.83 


1.50 

1.36 

0.14 

1.78 

1.36 

0.42 

1.59 

1.35 

mg 

1.93 

1.42 


m 

1.56 

1.84 


1.83 

1.43 


Iff?!] 

1.24 

1^ 

1.73 

1.38 

0.35 

1.58 

1.81 

mg 

1.76 

1.48 


IV 

1.55 

1.13 

mg 

1.88 

1.38 


1.54 

1.14 

mg 

1.79 

1.41 

B 

1.67 

B 

mg 

1.88 

1.41 



Results in pereentage of dry matter. 

t Data on treated plots represent the mean of 48 plots: 32 fertilized and 16 manxired. 
t Data on untreated plots represent the mean of 48 plots. 

§ Data on manured plots represent the mean of 16 plots. 

II Data on fertilized plots represent the mean of 32 plots, 
f For series of plots the means are for one-fourth the number of plots. 

These findings are of interest because it is recognized that the organic matter 
found in the aggr^ates originally was preseat in the whole soil. Evidently, 
in the formation of the a^egates the distribution of the oiganic matter between 
tile whole soil and the aggregates depended on other experimental factors 
besides the total amount of organic matter in the soil. This point is of tigaifi- 
cance because there was little difference in the average organic matter content 
of the soil and soil a^egates (table 6). From these results it may be concluded 
that the incorporation of organic matter in the soil will not necessarily result 
in an even distribution of the noaterial between the soil and soil aggregates. 
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AlkaK^soluble organic matter in the whole soil and aggregate-size growps 

The tests of significance shown in table 4 indicate little relationship between 
the whole soil and the two aggregate-size groups and between the two size 
groups as regards alkali-soluble organic matter. This was to be expected 
since alkali-soluble was found to be closely related to total organic matter, 
and the preceding discussion showed that there was little relationship in the 
organic matter content of the whole soil and that of the aggregate-size groups. 

TABLE 3 


Summaries of analyses of variance of total and alkali-soluble organic matter data 






ICBAK SQUASSS 




DEGSSES 

or 

rSBBDOU 

Total organic matter | 

Alkali-soluble organic matter 


Whole soil 

Aggregates 

Whole soil 

Aggregates 



Large 

Small 

Large 

Small 

Crops 

3 

0.0256 

0.0135 

0.0186 

0.0164 

0.0263 

0.1468 

Sampling periods 

3 

0.0684 

0.2677** 

0.6247** 

1.0851** 

0.6443** 

1.8185** 

Series 

3 

1.0760** 

0.6040** 

0.9534** 

0.3042** 

0.1616 

0.5135** 

Error (a) 

6 

0.0556 

0.0234 

0.0409 

0.0273 

0.0436 

0.0668 

Treated vs. untreated. 

1 

27.2267** 

27.0300** 

34.4162** 

8.0678** 

8.1288** 

12.0346** 

By crops 

3 

0.0134 

0.0368 

0.0541 

0.0011 

0.0503 

0.0084 

By periods 

3 

0.0047 

0.0428 

0.0350 

0.2254 

0.0222 

0.0707 

By series 

3 

0.8858** 

0.9384** 

0.7490** 

0.3777** 

0.3253** 

0.3422** 

Error (b) 

6 

0.0204 

0.0718 

0.0261 

0.0100 

0.0333 

0.0186 

Fertilizer treatment 








N 

1 

0.1575* 

0.0068 

0.4039** 

0.0059 

0,3220** 

0.0756 

p 

1 

1.2462** 

0.1226 

3.1668** 

1.0970** 

0.1632* 

0.1891* 

1.1571** 

0.2186* 

K 

1 

0.3972** 

0.3062* 

0.2024* 

0.0004 

NP 

1 

0.0328 

0.0636 

0.0056 

0.0004 

0.0420 

0.1158 

KP 

1 

0.7828** 

0.3342** 

1.7414** 

0.4198** 

0.3160** 

0.2547* 

NK 

1 

0.0107 

0.6666** 

0.8080** 

0.0000 

0.1391* 

0.1294 

NPK 

1 

0.5927** 

1.3041** 

0.1853 

0.2729** 

0.3698** 

0.3071** 

Manure treatment 

3 

0.2450** 

0.2637** 

0.1788* 

0.0764 

0.1315** 

0.1412* 

Manured vs. fertilized. 

1 

35.2898** 

32.4686** 

32.8360** 

12.9323** 

7,9868** 

11.6613** 

By crops 

3 

0.0661 

0.0922 

0.0684 

0.0296 

0.0287 

0.0506 

By periods 

3 

0.0496 

0.0477 

0.0940 

0.0770 

0.1130* 

0.1190* 

By series 

3 

0.8890** 

0.1496** 

1.3276** 

0.2347** 

0.1138* 

0.4166** 

Error (o) 

156 

0.0399 

0,0514 

0.0546 

0,0352 

0.0320 

0.0399 

Untreated 

Total 

176 

383 

0.1376 

0.1220 

0.1636 

0.0721 

0.0651 

0.0751 


♦Significant at 6% level 
♦♦ Significant at 1% level. 


Effect of fertilizer treatments on total and aVcali-soluble organic matter 
in the whole soil and soil aggregates 

Table 5 summarizes the main effects and interactions of the fertilizer dements 
N, P, and K on total and alkali-soluble organic matter. It is recognized that 
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these elements, singly or in combination, had on orgaanc matter an indirect 
influence which was related to the effect these artiflcials had on crop growth, 
The sources of soil organic matter consisted of the roots of crops, weeds, and crop 
residues turned under in the course of cultivation. It should be noted that an 


TABLE 4 

Summaries oj tests of significance resulting from covariance analyses of toted and alkali-soluhle 

organic matter data 



DE- 
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IWCE- 
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ADJUSTED rOS 
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♦♦ 
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NPK 
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* 
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Manure treatment — 
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1 

1 
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«!» 
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* 
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Manured vs . fertilized . 

1 



, . 

. , 

• • 


me 


44 

By crops 
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. . 

• • • 


, . 

, . 

, , 



By periods 

3 


** 

. . 

. . 





4 

By series 

3 



, . 

** 



. . 


44 

Error (c) 

156 











. . Nonsignificant. 

* Significant at 6 per cent level. 
** Significant at 1 per cent level. 


increase or decrease in total or alkali-soluble organic matter in the whole soil 
was followed by a similar effect on the small aggregates. This did not always 
hold for the large-size group. The significant increases or decreases shown 
in table 5 were not of great magnitude, but they indicated the long-time trend, 
since the fertilizers had been applied since 1914, 
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TABLE 6 


Summary of main effects and interactions of fertiliser elements on total and alkali-soluble 
organic matter content of whole soil and soil aggregates^ 



TOTAL ORGANIC SCATTER 

ALEAXI-SOLUBUB ORGANIC MATTER 



1 Aggregates 1 


1 Aggregates 





Whole soil 











Large 

Small 


Large 

SiTinll 

N 

-0.035* 

+0.007 

-0.056** 

-0.007 

+0.050** 

-0.024 

P 

-f-0.100** 

+0.031 

+0.157** 

+0.036* 

+0.038* 

+0.095** 

K 

-I-0.056** 

+0.049* 

+0.092** 

+0.040* 

+0.002 

+0.041* 

NP 

-0.016 

-0.020 

+0.007 

+0.002 

-0.018 

-0.030 

KP 

+0.078** 

+0.051** 

+0.117** 

+0.057** 

+0.060** 

+0.046* 

NK 

+0.009 

-0.066** 

+0.079** 

+0.000 

-0.033* 

+0.032 

NPK 

-0.068** 

-0.101** 

-0.038 

-0.046** 

-0.054** 

-0.049** 


t Results in percentage of dry matter. 
* Significant at 5 per cent level. 

** Significant at 1 per cent level. 


TABLE 6 


Summary of treatment comparisons for treated vs. untreated plots and for manured vs. fertilized 
plots for total and alkali-soluble organic matter in whole soil and soil aggregates^ 



ZRRAXBDt 

TJN- 

TBEATBDt 

Dur- 

]?ERS#SrCB 

ICA- 

NDRSD$ 

skru- 

uzsd(( 

Dir- 

REKBNCB 

CORRBC- 

TIONir 

COR- 

RECTED 

DIEEBR- 

ENCE** 

Toted organic matter 

Whole soil 

2.71 

2.17 


3.31 



0.61 

0.40 

Large aggregates 

2,64 

2.11 


3.22 



0.42 

0.45 

Small aggregates 

2,71 

2.11 


3.29 

2.42 


0.45 

0.42 


Alhali-soluhU organic matter 


Whole soil 

1.54 

1.25 


1.91 

1.36 

0.55 

0.37 

0.18 

Large aggregates 

1.63 

1.24 


1.82 

1.39 

0.43 

0.26 

0.17 

Small aggregates 

1.57 

1.22 


1.92 

1.40 

0.52 

0.32 

0.20 


* Results in percentage of dry matter. All plots sampled in 4 successive years, 
t Mean of 48 plots: 32 fertilized and 16 manured; 192 samples. 
t Mean of 48 plots; 192 samples. 

§ Mean of 16 plots; 64 samples. 

II Mean of 32 plots; 128 samples. 

f Average difierence in total or alkali-soluble organic matter between untreated plots 
adjoining manured plots and untreated plots adjoining fertilized plots. 

** Corrected difference equals difference between the two preceding columns. 


Treatment coTrvparisms for total and alkali-solvble organic maMer in 
whole soil cmd soil aggregates 

Table 6 summarizes the treatment comparisons for total and alkali-soluble 
organic matter in the whole soil and in soil aggregates. The soil and aggregate- 
size groups from the treated plots contained about 25 per cent more organic 
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juattGr than, the samples from the untreated ones. It ^ould be remembered 
that in the layout of the experiment each treated plot was located next to an un- 
treated one, which helped to rule out soil differences betweai the treated and the 
untreated plots. Before a sunilar comparison could be made between the 
manured and the fertilized plots, a correction factor had to be calculated. This 
was necessary because the treatments were not randomized over the experi- 
mental area. The correction was an inherent soil fertility factor and was calcu- 
lated as the average difference between the imtreated plots adjoining the manured 
ones and the imtreated plots adjoining the fertilized ones. The correction was 
subtracted from the difference between the manured and the fertilized plots to 
^ve a corrected difference. After this correction was made it was found that 
the soil and soil aggregates from the manured plots contained 15 per cent more 
total or alkali-soluble organic matter tbn.'n the samples from the fertilized plots. 
This difference amounted to 4 tons of total organic matter per acre* and is not 
contiderable when it is recalled that 112 tons of manure per acre had been applied 
in seven 4-year rotations (1914r-1942). Much of the added manure had been 
mineralized and used up in plant growth, which resulted in larger crop yields 
from the manured plots. 


SUMMARY 

Total organic matter and alkali-soluble oi^anic matter were determined on the 
whole soil and on large and small aggregates (1.0-2.0 mm. and 0.10-0.25 mm. 
respectivdy) separated from the soil of 96 long-time fertility plots on Dunmore 
silt loam 6, 18, 30, and 42 months after liming. 

Whole soil and both aggregate-size groups from the treated plots (manured or 
fertilized) contained 25 per cent more total and alkali-soluble organic matter 
than the untreated ones, and the manured plots contained 15 per cent more than 
the fertilized ones. The latter difference amounted to 4 tons of total organic 
matter per acre and was inconsiderable after 112 tons per acre of manure had 
been applied over a 28-year period. 

The distribution of alkaU-soluble matter followed that of total oiganic matter 
in the whole soil and in small aggregates. This did not hold for the large 
aggregates. 

The distribution of total organic matter between the aggregate-size groups 
and whole soil depended on other experimental factors than the amount of or- 
ganic matter. Further, the two aggregate-dze groups were not related to each 
other. The same rdationship was found for alkali-soluble organic matter. 

The main effects and interactions of the fertilizer elements N, P, and K on 
total and alkali-soluble organic matter in the soil and in a^regate-size groups 
are summarized. It was noted that an increase or decrease of these materials in 
the whole soil resulted in a corresponding effect on the small aggregates. This 
did not always hold for the large aggregates. 

* This is calculated on the basis of 1,000 tons of soil per acre to plow depth. 




FIXATION OF POTASSIUM IN RELATION TO EXCHANGE CAPACITY 
OF SOILS: IV. EVIDENCE OF FIXATION THROUGH 
THE EXCHANGE COMPLEX^ 

A. K. LEVINE AND J. S. JOFFE 
Nm> Jersey Agricultural ExperimerU Station 
Heoeived ior publkatioiiL, July 6, 1944* 

The e^eriments reported in the previous papers’ of this series demonstrated 
a definite relation between the exchange complex and K fixation. As more 
or less H is permitted to enter the exchange complex, so more or less E is fixed 
in the nonreplaceable state. For further insist into tbia relationtiiip a quanti- 
tative study was undertaken. 

EXCHANGE COMPLEX AND HXATION 

Duplicate 5-gm. samples of Montalto hydrogen colloid (2 n and smaller, 
organic-matter-free, cation-exchange capacity 0.43 m.e. per gram) were used 
for this work. To separate sets were added respectively 0.6, 1.00, 2.00, 3.50, 
6.00, 10.00, 16.00, 20.00, 25.00, and 50.00 ml. of 0.1246 N KCl solution. To 
another set was added 16.00 ml of ECl solution containing 2.66 mgm. E per 
milliliter. The samples were then alternately wetted and dried to induce E 
fixation in the manner reported in paper I of this series. 

After fixation, the samples were taken up with water, filtered, and washed 
until free from water-soluble E. The quantity of water-soluble E was then 
determined on the filtrates. After the water extraction the samples were leached 
with 0.05 N HCl and the exchangeable E was determined. The exchange 
capacities of the retidues were determined by the barium acetate method. 

Results appear in table 16 and in figures 1, 2, 3, and 4. Column 2 of table 16 
is calculated by subtracting the water-extractable E from the total added. 
The validity of this calculation is based on evidence presented in the earlier 
papers. It is assumed that the E ’ttiilch was fixed was once in the exchange 
complex. Reduction in exchange capacity (column 4, table 16) was obtained 
by subtracting the exchange capacity aft^ fixation from the exchange capacity 
after merely r^eated wetting and drying. The data indicate respectively 
thfe following relationships: first, the total quantity of E added and the quantity 
fixed; second, the quantity of E added and the quantity that entered the ex- 
chai^e complex; tlfibd, the quantity of E that entered the exchange complex 
and the quantity fixed; and fourth, the quantity of E fixed and the decrease 
in exchange capacity due to fixation. 

Specifically, table 16 shows that with increating E applications, increasii^ 

* Paper of the Journal Series, New Jersey Agricultural Expeiiment Station, Rutgers 
University, department of soils. 

* Temporarily withdrawn; resubmitted December 16, 1946. 

^ Joffe, J. S., and Levine, A. E. Fixation of potassium in relation to exchange capacity 
of soils : I, II, in. Soil Set. 62: 411-420, 1946; 63: 161-158, 1947. 
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quantities of K are fixed. The relationship between these variables is expressed 
in figure 1. Two graphs are given, both of which exhibit the same data. One 
curve, the “flatter ’’ one, is plotted with ordinates and abscissas of equal weight. 
This cuiwe permits direct comparison wdthout regard to scale, and emphasizes 
the actual trend of the data. From it we readily note that althou^ fixation 
increases with increase in K applied, the rate of increase falls off as the K ad- 
ditions grow larger. This behavior indicates some underlying factor which 
tends to limit fixation. 

For closer examination of the results another curve has been constructed 
with the ordinate five times the abscissa. This graph shows that although 
the increase in fixation with K addition is monotonic, the rate of change of increase 
of K fixation with application reaches a maximum at some point intermediate 


TABLE 16 

Relation of K applied to amount entering exchange complex and to amount fixed* 


AlCOUNT or K ADDED 

AMOUNT 07 X WHICH 
ENTEEED EXCHANGE COMPLEX 

AMOUNT 07 K TTXED 

SEDUCTION IN EXCHANGE 
CAPAcnry 

M.4. 

M.e. 

m.e. 

tn.e. 

0.062 

0.062 

0.042 

0.013 

0.126 

0.114 

0.053 

0.065 

0.240 

0.170 

0.064 

0.074 

0.436 

0,306 

0.149 

0.137 

0.623 

0.394 

0.187 

0.162 

1.016 

0.635 

0.300 

0.236 

1.246 

0.736 

0.337 

0.242 

1.869 

1.052 

0.614 

0.307 

2.492 

1.107 

0.651 

0.320 

3,115 

1.155 

0.552 

0.314 

6.230 

1.514 

0.820 

0.355 


* Aqueous KCl added to Moutalto H-eolloid. 


on the curve. It is significant that this critical point turns out to be about 
the quantity of K fixed when the amount of K added is equal to the exchange 
capacity of the colloid. 

The existence of this critical point emphasizes the i*elation between fixation 
and the exchange complex, \\licn a small quantity (that is, small relative 
to the exchange capacity) of K is applied, the capacity of the exchange complex 
is not a limiting factor and a large 'proportion of the K enters into exchange. 
When the quantity of applied K is increased beyond the exchange capacity, 
however, the proportion which can enter the complex becomes smaller; hence, 
though the absolute quantity of fixation increases, it does so at a decreasing 
rate. 

The work of Volk^ and that of Shaw and Maclntire® are in agreement with 

* Volk, N. J. Fixation of potash in difficultly available form in soils. Soil Sd, 37 : 267- 
287. 1934. 

* Shaw, W. M*, and Maointire, W. H. Eelationship between water soluble, replaceable 
and fixed fractions of potash additions to soils. Soil Sci, Soo. Amer. Proc, 1: 143-148. 
1936. 
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the foregoing. Volk got a monotonic curve similar to that in figure 1. He 
did not, however, explain his results. Shaw and IMacIntire, working with a 
Cherokee clay subsoil and a black calcareous loam, found that a higher percentage 
of K was fixed when the K application was small than in the case of a laager 
application. 

For further analysis, the amount of K which entei'ed the complex was plotted 
ag ai nst applied. Figure 2, which exhibits this relationship, completely 
verifies the deductions made from figure 1. The amount of K which enters the 
exchange complex increases almost linearly with application until the appli- 
cation is almost equivalent to the exchange capacity; after that it falls off mark- 
edly. Again there is the same critical point on the curve; that is, there is a 
maximum in the rate of change of entry of K into the exchange complex, and 
this ma ximum occurs (approximately) at the equivalence point. 



Pig. 1. Fixatiokt op Potassium as a Function op Quantitt Appubd 
System: 0.1246V KCl and 5.000 gm. Montalto hydrogen colloid 
Fig. 2. Exce&ngb op Potassium as a Function op Quantitt Appubd 
System: 0.1246V KCl and 5.000 gm. Montalto hydrogen colloid 

Figure 3 is foreshadowed by the discusaon of the previous graphs. The 
linear relationship between the K which enters the complex and that fixed is 
very significant. <It ^ows directly that K fixation is related to the exchange 
property and most strongly indicates that K must be in the exchange complex 
before it can be fixed. The slope of the line shows that somewhat under 50 
per cent of the K which entered the complex was fixed. The possible significance 
of the slope will be discussed when the succeeding experiment is presented. 

The reduction in exchange capacity after fixation is plotted against K fixed 
in figure 4. From this graph it is apparent that with increasing fixation the 
decrease in exchange capacity becomes larger. The reduction of the exchange 
capacity is not very regular, althou^ there is a definite trend. The greatest 
rate of change of this curve occurs somewhat below the point that denotes the 
quantity fixed when an amount of K equal to the exchange capacity of the coUdid 
is added. Speculation as to whether this has any significance is not ventured, 
principally because the precision with which the exchange capacities after 
fixation were determined does not warrant too close an examination. 
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It might have been expected, were there no data on hand to show the contrary, 
that decrease in exchange capacity and K fixed would vary linearly; why this 
is not the case has not been investigated. Of interest in figure 4 is the fact that 
a portion of the curve indicates a reduction in exchange capacity exceeding the 
quantity of K fixed. The curve then passes through a point where the fixation 
of K and the reduction in the exchange capacity arc equal. This point occurs 
when almost 0.1 m.e. K is fixed. Beyond this point the reduction in exchange 
capacity is always less than the quantity of K fixed. The equivalence between 
fixation and reduction in exchange capacity reported by Tmog and Jones® 
may possibly be explained on the basis of figure 4. 



Fig. 3. Fixation op Potassium as a Function op Quantity Entbking 

Exchange Compuesx 

System: 0.1216xY KCl and 6.000 gm. Montalto hydrogen colloid 
Fig 4. Reduction op Exchange Capacity op Montm^'o Colloid as a Function op 

THE QlANTITT of POTASSIUM FlXED BY IT 
FIXATION REACTIONS IN ALCOHOLIC SOLUTION 

To test the scope and generality of the conclusions drawn, the experiment 
was repeated but with some very important modifications. Instead of the 
Montalto hydrogen colloid, hydrogen-saturated Wyoming bentonite was em- 
ployed. In addition to this change, the fixation reaction was carried out in 
alcoholic solution, and K was applied as the acetate. Substitution of alcoholic 
K-aoetate for aqueous KCl was intended to increase the magnitude of fixation. 
The range of K applications was also increased to more than four times that 
in the previous experiment. In order to maintain some basis for comparison 
with the previous experiment, quantities of hydrogen bentonite equivalent, 
on the basis of exchange capacity, to the Montalto hydrogen colloid were used. 

Duplicate 2.700-gm. samples of hydrogen bentonite were employed: 2.700 gm. 
of the bentonite (exchange capacity, 0.79 m.e. per gram) was approximately 
equivalent to 6 gm. of Montalto colloid. To separate samples of the bentonite, 

* Truog, E., and Jones, J. R. Fate of soluble potash applied to soils. Jndtts. and Engin. 
Chm, 30: 882-886. 1938. 
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1.00, 2.50, 5.00, 10.00, 15.00, 20.00, 30.00, 100.00, and 200.00 ml. of alcohoUc 
K-acetate (1 ml. = 5.07 mgm. K) were added respectively. Fixation was then 
induced as previously described. After fixation, the samples were taken up 
in alcohol, thrown on filters, and leached. The samples were then washed with 
cold 0.1 ^ alcoholic HCl to remove the exchangeable K. Both the alcohol and 
the alcoholic acid filtrates were kept separate and analyzed for K. The ex- 
change capacity after fixation was also determined. Results are shown in 
table 17 and in figures 5, 6, and 7. 

In table 17, as in the previous table, column 2, the amount of K which entered 
the exchange complex, was calculated by subtracting the alcohol-extractable 
K from the quantity originally added. The reduction in exchange capacity 
was determined by subtracting the exchange capacity after fixation from the 

TABLE 17 


RelaMon of K applied to amount entering exchange complex and to amount fixed* 


AlCOUKT or £ ADDED 

AMOUNT OP £ ^BZCH 
ENTE8ZD EXCEANOE COMPLEX 

AMOUNT OP K PXXED 

SEDUCTION IN EXCEANOE 
CAPACnrz 

m e. 


m.«. 

tn^. 

0.130 

0.130 

0.064 

0.048 

0.324 

0.324 

0.155 


0.648 

0.648 

0.338 


1.297 

1.167 

0.554 


1.946 

1.616 

0.695 


2.593 

1.933 

0.823 


3.890 

2.241 

0.940 


12.971 

3 282 

1.356 


25.934 

4.012 

1.726 



* Alcoholic AcOE added to H-bentonite. 


exchange capacity of an equal sample of bentonite which had previously been 
repeatedly wetted with alcohol and dried. 

Very striking is the similarity between figure 6 and fiigure 1. Botii curves 
are of the same general shape and have like characteristics, althou^ it should 
be noted that figure 5 covers an enormous range of K addition. Two graphs 
appear in figure 5, and both represent the same data. As before, one graph is 
plotted so that the ordinates are equal in we^ht to the abscissas, whereas in 
the other the ordinates are expanded. 

The “flatter” curve in figure 5 shows at a ^ance that K fixation increases 
with increasing application. As the magnitude of the E additions becomes 
greater, however, the rate of increase of fixation falls off rapidly. Very note- 
worthy is the fact that even with the greatest applications of E, fixation is still 
far below the exchanged capacity; that is, the E fixed is in every case less than 
the quantity which is able to enter the exchange complex. Thus even when 
25.934 m.e. E was added to hydrogen bentonite having a total exchange capacity 
of 2.133 m.e., the fixation was only 1.726 m.e., a quantity appreciably below 
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the exchange capacity. In a subsequent experiment, a much larger quantity 
of K vras applied xmder the same conditions, and still the fixation was far short 
of 2.133 m.e., the exchange capacity. These considerations lead to the belief 
that an upper boundary to fixation is approached as the K applications become 
increaangly great. The broken line parallel to the abscissa in figure 5 indicates 
K fixation equal to the exchai^e capacity. It is evident that this value is never 
reached by tiie curve and that it is an upper boundary of that curve. Whether 



Fia. 6. Fixation or Potassixtu as a Function op Quantity Applibd 
Systera: alcoholic CHiCOOK (Iml. *= 6.07 mgni. K) and 2.700 gm. hydrogen bentonite 
Fig. 6. Exchange op Potassium as a Function op Quantity Applied 
System: alcoholic CHjCOOK (1 ml. >= 5.07 mgm. BI) and 2.700 gm. hydrogen l>entonite 



Fig. 7. Fixation op Potassium as a Function op Quantity Entbkino 
Exchange Complex 

System: alcoholic OHiCOOK (1 ml. ■ 5.07 mgm. K) and 2.700 gm. hydrogen bentonite 

it is the least upper boundary (or asymptote) is not known. It may be that 
there is an upper boundary to fixation closer than the broken line in question. 
In any case, fixation cannot be greater than the exchange capacity. This 
condudon holds also, of course, for the experiment with Montalto colloid as 
described in figure Ij in that case, however, the fixation did not approach the 
exchange capacity nearly so closely as in the bentonite experiment. 

The other curve in figure 5 was drawn with expanded ordinates to permit 
closer examinatiqp of its properties. The significant thing here is that the 
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maximum in the rate of change of increase in fixation with addition — ^the maxi- 
mum in the second derivative of a theoretical curve — occurs, just as in figure 1, 
very nearly at the point where an application equal to the exchange capacity 
is made. Since this maximum occurs at the same point in both experiments, 
the point certainly is critical and has significance independent of the material 
employed as the fixing agent. 

Bigure 6 illustrates the relationship between the K applied and that entering 
the exchange complex. Again, as in figure 2, the amount which enters the com- 
plex increases with increasing K application, although the increase is at a de- 
crea^ng rate. Once more, the maximum in the ra2e of change of increase of 
entry with application is at a point equivalent to the exchange capacity. That 
the ordinates are roughly twice the ordinates in figure 5 indicates a straight- 
line rdationdiip between the quantity measured along the ordinates of both 
graphs. 

This linear relationship, between K entering the exchange complex and the 
quantity fixed, is exhibited in figure 7. This not only substantiates the linear 
relationship determined in the work with Montalto colloid (fig. 3), but definitely 
furthers its implications. For one thing, the strai^t-line relation was de- 
termined over a far wider range in this instance where bentonite was used, and 
indicates that the relationship found is not a linear-like portion of a curve with 
gradual change in slope, but rather that it is a true strai^t line. For another 
thing, the slope of the line in figure 7 is very nearly equal to that in figure 3. 
From the dope we see that 48 per cent of the K which enters the complex of 
the Montalto hydrogen colloid is fixed, whereas in the case of hydrogen bentonite 
43 per cent is fibfced (under laboratory conditions which induce maximum fix- 
ation). 

Table 17 gives the reduction in exchange capacity due to fixation. There 
is a general increase in the magnitude of the reduction of the exchange capacity 
with increasir^ fixation, but there appears to be no regularity. There is no 
doubt, however, that fixation has some effect on the ability of a material to 
exchange cations. 


CONCLUSIONS 

In the two experiments described, a simple linear relationship was found be- 
tween the amount of K entering Ihe exchange complex and ihat fixed. The 
theory that K must first be in exchangeable form to be fixed is substantiated 
almost beyond question. The two experiments also indicate, throu^ the simi- 
Uurily of the results obtained in each case, that the phenomenon of fixation 
is essentially the same for different fixing materials. 




A MODIFIED APPAEATDS FOR LEACHING SOILS 

IAN ABMSTRONG BLACK* 

Cinchona Research Organisation 
Bacei'VBd for pablioatioa November 29, 1946 

Before a series of determiuatioQs of exchangeables bases was undertak@a, 
experiments were carried out with both the types of leaching apparatus de- 
scribed by SchoUenberger and Simon.* The object was to decide which was 
the more suitable for routine use. It soon became evid^t that, thou^ the 
larger apparatus had several important advantages (notably a closed air 83 rstem), 
it was inferior to the smaller in simplicity of routine op^tion and in compact- 
ness. This paper describes an apparatus designed to combine the desirable 
features of both. It has been found to work excdlently and to ©ve values for 
total exchangeable bases, exchangeable hydrogen, and individual cations in 
dose agreement with those obtained with SchoUenberger and Simon’s lai^r 
apparatus. 

The general setup is shown in figure 1. The dimensions ^v^ are suitable 
for extracting 35 gm. of soil with 350 ml. of leaching solution. This volume 
of extract was found to be ample for aU ordinary base-exchange analyses and 
to be relatively economical in material. 

The whole success of the apparatus depends on the constant-level device, 
which, so far as the writer is aware, has not been described previously. It 
is drown in detail in figure 2 and its mode of action is as follows: As the level 
of liquid in the percolation tube falls, the difference in bd^t x increases until 
the weight of the column of Uquid below hole 1 is suffident to break down the 
surface tendon across this hole. When this occurs, air ^ters by hole 1, and 
liquid is rdeased throu^ hole 2 in an upward direction, thus replenishing the 
liquid in the percolation tube without disturbing the portion in contact with 
the soil. As the levd in the percolation tube rises, the differetice in hei^t 
X is reduced below that necessary to break the surface tendon across hole 1, 
and the outflow of liquid will stop rmtil the cycle repeats itself as the liquid 
in the percolation tube gradually escapes through the soil. It will be seen 
that the action of hole 1 in supporting a column of liquid is analogous to that 

of a capillary tube. The same formula appears to apply in both cases (x = 

2T 

— , where T = surface tension, p = density, r = radius of hole 1, and g = gravi- 

gpr 

tional constant^ and has been found useful for rough calculations before a con- 

^ Soil chemist, Cinchona Research Organisation, Amani, Tanganyika Territory. The 
author is indebted to B. W. Duthie, soil chemist, East African Agricultural Research 
Station, for his keen interest in the progress of the experimental work and for many in- 
teresting and helpful discussions. 

* SchoUenberger, C. J., and Simon, R. H. 1945 Determination of exchange capacity 
and exchangeable bases in soil-ammonium acetate method. Soil Sci* 59: 13^24. 
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stant-level tube is made. Tt is important that hole 2 be not too large; if it is, 
a surge of liquid will occur when air enters by hole 1, with the result that the 
level in the percolation tube rises considerably above its m i nim um before the 



Fig. 1 Fio. 2 

Fig. 1. Gbnbiul Sbtxjp of Soil-Lbaching Apparatus 


A, reservoir flask (400-460 ml.); B, rubber stopper; C, constant-level tube; D, cork or 
rubber stopper; E, percolation tube (12 by 3 cm,); F, filter paper; G, soil; H, cotton wool 
plug; I, screw clamp; J, wide-bore capillaiy tube; K, receiving flask (500 ml.) ; L, air return 
tube. Scale of dia^am, | inch equals approximately 1 inch. 

Fig. 2. Detailed Constettotion of Constant-Level Device 

A, reservoir flask; B, rubber stopper; 0, constant-level tube (12-14 cm. long, 8 mm. 
bore); D, cork or rubber stopper; E, percolation tube; F, filter paper; G, soil. Diagram 
drawn to half scale. 

re-establishment of a surface at hole 1 can check the flow. When hole 1 has 
a diameter of about 1 mm. and hole 2 is small (1 mm. or less), hole 1 is always 
about 2 cm, above the level of the liquid in the percolation tube, and consequently 
the movement of liquid in the lower part of the constant-level tube (below hole 
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1) is always downward and undisturbed by the movement of air bubbles. Under 
these conditions it is theoretically impossible for any solution in the percolation 
tube to be carried back to the reservoir; and that no mixing takes place was 
demonstrated practically by operating the device with water in the reservoir 
and permanganate solution in the percolation tube. 

The apparatus can be assembled as follows (see figure 1): 

1. Thirty-five grams of soil is introduced into the percolation tube, fitted with a pad of ' 
cotton wool as described by Schollenberger and Simon. The writer has found it advan- 
tageous to cover the top of the soil with a disc of filter paper CFO which serves to prevent 
the soil from being churned up when the leaching solution is first introduced. The filter 
paper is held in place by the flat bottom of the constant-level tube when the latter is in- 
serted, and a preparatory adjustment is made by merely sliding the tube up and down 
through cork 

2. The percolation tube is attached to its support and capillary tube J and receiver H 
are fitted. 

3. Next, 350 ml. of leaching solution is measured into flask A, and rubber stopper B, 
complete with constant-level tube, and cork are inserted. 

4. The end of the constant-level tube is next brought over the open end of the percolation 
tube and lowered into it while flask A is being inserted. Cork D is pressed home, and the 
system is closed by connecting rubber tube L. 

The screw clamp I is left open until air has been displaced downward by 
the leaching solution when, if it is desired to soak the soil before leaching, the 
clip is closed or, if immediate percolation is required, adjusted to a suitable 
rate of percolation. 

The apparatus described is considered to embody the following advantages: 

1. It employs a closed air system and, accordingly, Brown's* method for exchangeable 
hydrogen can be applied to ammonium acetate extracts. 

2. The leaching system employed prevents transfer of material dissolved from the soil 
to the reservoir of leaching solution. 

3. The apparatus employs a constant-level device and so requires no adjustment apart 
from setting the screw clamp to the required speed of percolation. 

4. As all the air in the circulating S3n3tem is at atmospheric pressure, the necessity for 
completely air-tight joints in cork D does not arise. 

5. The use of a wide-bore capillary tube at J (fig. 1) ensures the formation of an unbroken 
liquid column and assists percolation by suction. As the suction is independent of the 
height of liquid in the reservoir, the rate of percolation remains steady and does not fall ofl 
as the leaching proceeds. 

6. The apparatus is easy to assemble, dismantle, and clean. 

7. The apparatus is economical in space. One unit can be mounted on a single retort 
stand or, alternatively, a battery can be accommodated on simple wooden shelves fixed 
to the wall at the back of the bench. This arrangement uses scarcely any useful bench 
space, and each unit occupies a vertical strip of wall only 6 inches wide. 

In conclusion, and for the benefit of amateur glass blowers (of whom the 
writer is one) , the production of constant-level tubes is not difficult. The actual 
operations are as follows: 

* Brown, I. 0. 1943 A rapid method of determining exchangeable hydrogen and total 
exchangeable bases of soils. Soil Sci. 56; 353-357. 



340 


IAN ABMSTEONG BLACK 


1. A suitable piece of glass tubing (about 8 nun. internal diameter) is sealed at one end 
and a bulb is blown. 

2. The bottom of this bulb is heated gently and flattened by pressing on a sheet of as- 
bestos board. 

3. The top of the bulb is next heated gently and uniformly and the tube telescoped into 
it by again pressing on the asbestos. 

4. Hole 1 is blown. 

5. Hole 2 is blown. It may be noted that if hole 1 is about 1 mm. in diameter it is quite 
possible to blow the second hole without troubling to stop up the first. 

The writer has found that, with a little practice, a constant-level tube can 
be produced in 5 to 10 minutes but that, in some cases, subsequent adjustments 
of hole sizes have to be made before the level works properly. 
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It is well known that different species of crop plants vary markedly in their 
adaptability to saline soil. The ability of a plant to thrive in the presence of 
soil salinity is conditioned by the degree of root penetration and the extent 
to which water and nutrients may be removed from the soil without absorbing 
toxic quantities of the ions present. The presence of salts in the soil moisture 
affects the roots of plants in two ways: first, the increased osmotic pressure of 
the soil solution restricts water entry (3) ; and second, certain of the ions present 
exert a specific tosdc action on the activity of the plant cells (2, 7). 

Many qualitative observations have been made on the relative salt tolerance 
of different species of plants, but quantitative data on this point are still meager. 
This study was undertaken to develop a method of quantitatively evaluating 
the tolerance of plants to sahne soil. It was considered desirable to ascertain 
the comparative ability of the roots of different crop plants to penetrate a soil 
of specified salt content and their capacity to remove moisture. 

METHODS 

Soil containers made of marine pl3rwood coated with asphalt paint were used. 
They were 1 foot square and 3 feet deep on the inside. One side was attached 
with thumbscrews to permit easy removal for close examination of the soil 
column. The soil column was divided into six equal layers varying as to salt 
content as follows: top layer, no added NaCl; secondTayer, 0.05 per cent added 
NaCl; third, 0.1 per cent; fourth, 0.15 per cent; fifth, 0.2 per cent; and sixth, 
0.25 per cent. Each layer of soil was added in four separate increments. Im- 
mediately upon the addition of an increment (about a li-inch layer of air-dry 
soil), suflSicient water was sprinkled on to bring the average moisture content 
to 18 per cent, the value for the “normal moisture-holding capacity’’ (6) of 
the sample of Fallbrook loam used in this study. It was essentail to keep water 
movement to a minimum in order to avoid movement of salt, and this amount 
of water was sufficient to moisten aU the soil in the added increment without 
inducing appreciable gravitational movement of water. 

Each addition of water contamed sufficient NaCl to bring a designated in- 
crement of soil to the desired salt contant. By addmg the salt to the dry soil 

1 Contribution from the U. S. Regional Salinity Laboratory, Riverside, California, 
Bureau of Plant Industry, Soils, and Agricultural Engineering, Agricultural Research 
Administration, U. S. Department of Agriculture, in cooperation with the eleven Western 
States and the Territory of Hawaii. 

* Senior chemist, formerly associate physiologist, and formerly assistant agronomist, 
respectively. 
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by means of the water, it was felt that the distribution of salt would be more 
uniform than if the salt were first mixed with the increment of dry soil and 
then moistened. 

In addition to the containers of saline soil, four were prepared in a similar 
manner except that no salt was added. With the moisture content at satur#,tion, 
the untreated sample of Fallbrook loam had a pH of 7 .6 and a specific conductance 
of 340 micromhos per centimeter at 25“ C. The exchange complex was nearly 
saturated with calcium. The containers filled with this nonsaline soil were used 
to ascertain the degree of root penetration and moisture removal in the absence 
of induced salinity. 

Red kidney beans, Mexican June com, California Common alfalfa, and Shafter 
Acala cotton were selected as the crops to be grown. Seedlings of each crop 
were transplanted to three containers of salinized soil and to one of nonsaline soil 
on October 24, 1944. Single seedlings of com and cotton and three seedlings of 
beans and alfalfa were planted in the containers. 

The plants in each container were allowed to grow until they showed signs 
of marked moisture stress. At this time the removable side was taken from the 
container of soil, and the soil sampled at 12 succesave lovds— two levels within 
each of the originally distinct saline layers. At each level two 26-30-gm. samples 
were taken for soil moisture content and one 800-gm. sample for the determina- 
tion of total solutes and chloride in the soil solution. The solutes in the soil 
moisture were determined in an extract obtained from the saturated soil placed 
on a Biichner funnel. The osmotic pressure of the soil solution at the moisture 
content of the soil at the time of sampling was calculated from the specific con- 
ductance of the soil extract as based on study of such relationdiip (1). The 
(Monde content of the soil extract was determined by the method recommended 
by Rdtemder (4). The soil moisture tension of the various layers at the end 
of the experiment was evaluated from the soil moisture percentage data by 
means of a moisture sorption curve previously determined for this soil by using 
pressure-membrane and pressure-plate apparatus (5). 

At the end of the tests, observations were made to determine the extent of 
root penetration into the various soil layers. 

BXPBlHMBlSrrAL OBSBRVATIONS 

The four species of plants diff^ed markedly in the strength of their symptoms 
of moisture stress. The pronounced rolling of the leaves of com and the wilting 
of the leaves of alfalfa were eatily identifiable symptoms of moisture stress. 
Bean plants ^owed a gradual reaction to stress over a r^tivdy long period; 
it was difficult, therefore, to determine when a ^ven degree of moisture stress 
was reached in the soil. The difficulty was increased in plants grown on saline 
soil. The cotton plants on the nonsaline soil wilted at a definite stage of moisture 
extraction, but no wilting occurred among the plants on the saline S(nl cultures. 
In tMs case some of the lower leaves of cotton absiassed and plant growth stopped, 
but even thou^ these plants were grown for senne 2 months after the controls 
wa% harvested, the remaining attached leaves showed no loss of tui^dity. 
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The permanent wilting percentage of the soil as determined by sunflower 
plants was 6.1. When the plants in the control cultures (nonsaline soil) showed 
moisture stress, it was found that the com, alfalfa, and cotton had removed 
water rather uniformly from all layers, down to and including the 3-foot depth, 
to a value of 6.3 per cent. Beans removed the water in all layers down to a 
value of 6.5 per cent or less. These data show that the roots of all four species 
thoroughly permeated the lower strata of soil in these containers and that root 
penetration was not a limiting factor under nonsaline conditions. 



PENI^TION ^KILO^Of^SOIL " % SOIL MOISTURE ATMOSPHERES 


Fig. 1. Penetration of Saline Soil by Boots of Bean, Moisture and 
S oLUBiE Chloride Contents of Soil, and Moisture Stress at 
Diffbbentt Levels 

Root distributions indicated by a diagrammatic composite of three replicates. Data for 
saline soils, averages of thiee replicates. 


Beans 

The average dry weight of the tops of the bean plants on saline cultures was 
7.2 gm. as compared with 29.0 gm. produced by the control culture. Figure 1 
presents the average of the observations for the three containers of saline sdl 
on which beans were grown. The agreement among the replicates for the soil 
moisture and soluble Cl content at a given level was rather good. The pooled 
standard error for the soil moisture percentages was =b0.26, and that for the 
chloride was d=1.05 m.e. Cl per kilo of soil. The specific conductance of the 
saturated soil extract, from which the values for osmotic pressure were calculated, 
varied from 3.8 to 14.0 millimhos per centimeter at 26° C. with a pooled standard 
error of dbO.24. 

Few bean roots penetrated the layer containing 0.1 per cent NaCl; virtually 
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none were found in the stratum to which 0.15 per cent salt was added; and 
none were found in the layers containing 0.2 and 0.25 per cent NaCl. 

It is evident from the chloride determinations that there had been appreci- 
able movement of salt in this soil, and that the movement was upward. Surface 
evaporation and water absorption by the roots were undoubtedly contributing 
factors. 

The presence of salt in the soil had markedly reduced the absorption of water 
by bean roots. The moisture content of the lower layers of soil was somewhat 
bdow the level to which it was originally adjusted. This does not imply re- 
moval by the roots at these lower layers, as the observed movement upward 
of chloride could not have taken place without corresponding moisture move- 
ment. 

The significance of the inability of bean roots to absorb soil moisture beyond 
a certain limit in saline soil which they had penetrated is enhanced by the uni- 
formity of the observations on the calculated osmotic pressure of the soil solution 
and the summation of this osmotic pressure with the moisture tension — “total 
moisture stress” (8) — among the different layers. Evaporation from the surface 
of the container was undoubtedly the major contributing factor in the deviation 
of these curves from the general trend near the surface. Below this level and 
in the layers in which the roots had penetrated, the limi ting “total soil-moisture 
stress” was found to be 8 to 9 atmospheres, of which osmotic pressure contributed 
7 to 8 atmospheres. 


Com 

The tops of the com plants on the saline culture averaged 16.9 gm. in dry 
matter per culture, in contrast with the control culture which produced 51.9 gm. 

The results observed with the com plants in saline soil are shown in figure 
2. Within the observed data, the pooled standard error for these soil moisture 
percentages was ±0.56 and that for the chloride content was ±3.87 m.e. per 
kilo of soil. Thus the variability between replicates of com was appreciably 
higher than that observed for beans. In this case the spedfic conductance 
of the extracts of the saturated soil varied from 2.63 to 13.5 millimhos per centi- 
meter at 25° C. with a pooled standard error of ±0.41. 

Only a few com roots penetrated the layer containing 0.2 per cent salt, and 
none were found where 0.25 per cent NaCl was added. Compared with bean 
roots, com roots appear to be able to penetrate a more saline soil. 

The residual moisture content of the soil varied directly with the distribu- 
tion of diloride, indicating that the moisture removal by the plant was inversely 
related to salt distribution. Because of the close relationship between salt 
distribution and residual moisture, the calculated osmotic pressure of the residual 
seal solution was found to be very uniform down throu^ the various layers 
differing in percentage of salt. This critical osmotic pressure was found to be 
10.5 to 11.5 atano^heres for the com plants — appreciably higher than the value 
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observed with, the beans. Here again, surface evaporation from the containers 
of soil <5aused a marked increase in the moisture tension of the soil near the sur- 
face. 


Alfalfa 

The saline cultures produced an average of only 5.1 gm. dry weight of alfalfa 
tops as compared with 9.4 gm. for the control culture. The data for the cul- 
tures which grew alfalfa are shown in figure 3. For these data the standard 
error for the moisture percentages was zfcO.ll and that for the chloride content 
was dzl.98 m.e. per Idlo of soil. The extracts of the saturated soil had con- 
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Fig. 2. Penetration of Saunb Soil by Roots of Coen, Moisttjbb and 
Soluble Chloride Contents of Soil, and Moisture Stress at 
Different Levels 

Root distribution indicated by a diagrammatic composite of three replicates. Data for 
saline soils, averages of three replicates. 

ductances varying from 3.81 to 12.4 millimhos per centimeter at 25® C. with a 
pooled error of ±0.21. 

Alfalfa roots penetrated the most saline layer in these boxes. On this basis, 
alfalfa may be regarded as more salt-tolerant than com. 

As noted with the com plants, there was a remarkably close relationship 
between residual moisture content and the distribution of salt in the various 
layers of soil. This again resulted in a rather remarkable uniformity of the 
calculated osmotic pressure of the residual soil solution down through the strata 
of soil varjdng in percentage of salt. This osmotic pressure was found to be 
12 to 13 atmospheres— sli^tly higher than was observed with com. 
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Fig. 3. Penetration of Saline Soil by Boots of Alfalfa, Moisture 
AND Soluble Chloride Contents of Soil, and Moisture Stress 
AT Different Levels 

Boot distribution indicated by a diagrammatic composite of three replicates. Data for 
saline soils, averages of three replicates. 
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Fig. 4, Penetration of Saline Soil by Boots of Cotton, Moisture 
AND Soluble Chloride Contents of Soil, and Moisture Stress 
AT Different Levels 

Boot distribution indicated by a diagrammatic composite of three replicates. Data for 
saline soils, averages of three replicates. 
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Cotton 

The cotton, plants on the saline cultures contained only 7.6 gm. of dry matter 
in their tops at the end of the experiment, whereas the control culture produced 
20.9 gm. The results with cotton are diown in figure 4. The variability be- 
tween replicates for the trend in moisture percentage was indicated by a standard 
error of ±0.31. The standard error for the chloride determination was ±2.32 
m.e. per kilo of soil. The variation in the specific conductances of the extract 
of the saturated soil was from 4.99 to 11.2 millimhos per centimeter at 25® C. 
with a standard error of ±0.31. 

The cotton plants were carried for 6 weeks longer than any of the other species, 
yet the plants did not wilt. They made very little growth, many of the older 
leaves abscissed, but no marked deficiency in turgescence of the leaves was 
observed. Because of the longer time involved, there was conaderably more 
movement of the salt to the surface as a result of moisture evaporation at the 
surface. Nevertheless, a close correlation was found between salt distribution 
and residual moisture content of the soil. It is to be noted that the latter values 
were considerably lower in the more saline layers than was observed for the other 
species. This was probably related to the fact that the cotton roots penetrated 
in abimdance the most saline strata. 

Because of the larger quantity of moisture removed by the cotton roots, the 
readual osmotic pressure of the soil solution— 16 to 17 atmospheres— was con- 
tdderably hi^er than those observed for the other species of plants. Even 
the soil in the more saline portions, however, had dried sufficiently to develop 
appreciable moisture tension. The total stress on the root system, bdow the 
layers where surface evaporation was effective, was, therefore, 18 to 20 atmos- 
pWes. 


DISCUSSION 

The relative salt tolerance of these four species of plants is the same as that 
usually observed in the field, that is, bean, com, alfalfa, cotton in order of in- 
creasing tolerance. Whereas field observations are of a qualitative nature, 
the present study approaches a quantitative basis for evaluating the relative 
tolerance of plants to saline soil. Thus the plants may be segregated with 
siinilar results according to two criteria: fiorst, the salt content limiting root 
penetration when the soil moisture percentage is near field capacity; and, second, 
the residual osmotic pressure of the soil solution when the plants show marked 
symptoms of moisture stress. 

It must be conceded that the determination as to when the plants were riiowing 
a definite degree of moisture stress is somewhat arbitrary. Naturally, not all 
the cultures of plants of a ^ven species reached this condition at the same time. 
With certain species (com) there was as much as 2 weeks’ difference between 
the first and the last inspection of the different cultures of a ^ven crop; that is, 
the plants were harvested on reaching a specified condition of growth, and the 
reported values for error indicate the variation between different cultures of a 
given species as related to an arbitrarily selected condition of the plant. 
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This study Tb.as emphasized the importance of available water with respect 
to the salt tolerance of plants under field conditions. It is indicated that the 
supply of water available to the plant in the nonsaline or only slightly saline 
part of the root zone is the main limiting factor to plant growth so far as salinity 
is concerned. Thus, one could obtain a sample of soil from the root zone of a 
plant and find it moderately saline, yet the amount of salt in the sample might bo 
entirely irrelevant to the growth response of the plant if another part of the root 
zone was nonsaline soil. Such a situation as this is very likely to exist under 
furrow irrigation of row crops. The soil under the furrow becomes leached and 
non-saline, whereas the salts accumulate in the row.® This indicates that certain 
very high values for the salt content of soils in which plants have been reported 
to be growing may be ascribed to faulty sampling. 

SUMMABT 

Bean, com, alfalfa, and cotton plants were grown in containers, 1 foot square 
and 36 inches deep, of soil varying in added salt content with depth from none 
at the surface of 0.25 per cent at the bottom. Observations on these soil columns 
when the plants of each species were beginning to show marked moisture stress 
were as follows: Few bean roots penetrated the layer containing 0.1 per cent 
NaCl, and virtually none were found in the stratum containing 0.15 per cent 
salt. Only a few com roots penetrated soil containing 0.2 per cent NaCl, and 
none were found in the presence of 0,25 per cent. A few alfalfa roots penetrated 
the stratum with 0.25 per cent salt. Cotton roots were present in abundance 
through all layers even the one containing 0.25 per cent NaCl. As the salt 
content of the soil strata increased, the roots of the various species showed a 
corresponding decrease in their ability to remove water. Water was removed 
from each layer to such a degree that final osmotic pressures of all layers in the 
soil column were nearly uniform. These critical osmotic pressures of the soil 
solution were found to be 7 to 8 atmospheres for beans; 10.6 to 11.5 atmospheres 
for com; 12 to 13 atmospheres for alfalfa; and 16 to 17 atmospheres for cotton. 
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COLORIMETRIC DETERMINATION OF SMALL AMOUNTS OF 
POTASSIUM BY THE CHLOROPLATINATE METHOD* 

CIIAJILES HURWITZ asd HAROLD W. BATCHELOR* 
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ItMeived for publioatioiii Deoamber 12, IMS 

The determioation of small amounts of potassium in soil extracts is a difficult 
problem. Recently, colorimetric methods have been stressed, particular atten- 
tion being directed toward the cobaltinitrite method. Because of the varia- 
bility of the composition of sodium-potassium-cobaltinitrite (8), this method 
is probably inferior to the older separation of potassium as the chloroplatinate 
salt and the subsequent converaon of the latter to the iodoplatinate, which can 
be measured colorimetricaUy. Although the reagents are more expensive, 
recovery of both platinum and iodine is easy. Consideration of economy is 
therefore not a good reason for not using the better method. As with most 
methods for potasaum separation, ammonium and the rare alkali metals, rubid- 
ium and caoaum, are included. Although the ammonium is eaaly removed, 
the two metals are unlikely to be quantitatively important in sdl extracts, 
and could be determined separately for correction. 

Morrell (7) in 1880 proposed the use of iodoplatinate for the colorimetric de- 
termination of potasaum. Yoo (15, pp. 357-364) reported on the method of 
Cameron and Failyer (2). Shohl and Bennett (12) reported that 0.1 mgm. 
of potassium can be determined within 4 per cent when a color comparator 
is used. Tenery and Anderson (14) described a method for the determination 
of potassium in biological materials. St. John and Midgley (9) described a 
gravimetric ptocedurc for the determination of potasaum by the chloroplatinate 
method. None of these methods, when tested by the authors, possessed the 
desired sensitivity. The following work was undertaken, therefore, to extend 
the range of the chloroplatinate method to quantities as small as 0.01 mgm. 
of potassium. 

The lack of desirod sensitivity of previous methods was attributed, first, 
to washing of the precipitate by filtration, a procedure which necessitates the 
transfer of a small quantity of salts to a filter pad; and, second, to the use of 
sulfuric acid and heat to drive off ammonia. In the method here reported, the 
procedure was designed to permit the carrying out of the following operations 
without removal of the salt from the tube in which the potassium-containing aii- 

* This paper reports part of the work doao under Bankboad-Jonos Project #29 at the 
Ohio Agricultural Experiment Station. This report and others appearing elsewhere are 
based on a thesis submitted by the senior author to the graduate faculty of the Ohio State 
University, Columbus, Ohio, in partial fulOllmont of the requirements for the degree of 
doctor of philosophy. 

* The authors are now, respectively, assistant research professor, department of bac- 
teriology, Massachusetts State College, and bacteriologiBt, research and development 
department, Camp Detrick, Frederick, Maryland. 
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quot is placed: removal of ammonia (by oxidation with aqua regia), crystal- 
lization and washing of the precipitate, and development of the color. Washing 
of the precipitate is by centrifugation, the salts being firmly held in place by 
addition of a suspension of talc. A Wilkens Anderson KWSZ filter photometer 
was used to measure the color intensities, the depth of the absorbing solution 
being 20 mm. 

Figure 1 shows the absorption curve of the iodoplatinate solution and the 
transmission curve of the Coming 440 filter. The iodoplatinate solution has 
a sharp maximum absorption at 490 m/t as reported by other workers. 



Fig. 1. Absorption Curve of Iodoplatinatb Solution and Transmission 
Curve op the Corning 440 Fh/tbr 


The absorption curve was obtained on a Bausch and Lomb visual spectrophotometer, 
constant deviation type. The transmission curve was redrawn from Glass Color Filters 
Manufactured by Coming Glass Works,” page five. 

EXFEBLMENTAL 

When the method described by Yoe (16) was modified by using centrifugation 
and oxidation of ammonia by aqua regia, unexpectedly large errors resulted. 
A study of the effect of pH value and potassium iodide concentration on the 
maximum color intensity revealed that pH value especially must be controlled. 

Morrell (7) reported that an excess of iodide had no effect on color intensity 
but advised the use of a constant quantity of potassium iodide. He also found 
that the presence of hydrochloric acid intensified the color, “but always in pro- 
portion to the platinic salt present.” Yoe (15) advised the addition of one drop 
of concentrated hydrochloric acid and 1 ml. of potassium iodide solution (con- 
taining 86 gm. per liter) to the chloroplatinate solution. Shohl and Bennett 
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(12) specified more accurately the amount of hydrochloric acid and potassium 
iodide to be added to develop the iodoplatinate color (5 ml. oi 2 N potassium 
iodide and 1 ml. of IV hydrochloric acid to 25 ml. of the potasdum chloroplatinate 
solution). They reported that the rate of color development is proportional 
to the potassium iodide concentration and that heat and acid also hasten color 
development. Tenery and Anderson (14) developed the iodoplatinate color 
at 08® C. for 10 minutes and found that the photelometer reading varied some- 
what with the temperature of the solution at the time of reading. Adams and 
St. John (1) developed the color in 2 A'’ potassium iodide solution and found 
appreciable deviations from the Beer-Lambert law. The deviations disappeared 
in the course of several days. 

In our experiments, O.^-ml. samples of a stock solution of chloroplatinie 
acid (0.325 gm. platinum per liter) were transferred directly to 50.0-ml. volu- 


TABLE 1 

Percentage tranemiasion of iodoplatinate aolution aa a function of pS wduea 
pH 2.1 to 6.6, citric acid-sodium borate buffers; 0.163 mgm. platinum per 60.0 ml. 


pH VXLUIL 

TSAKSiaSSION 


per cent 

2.1 

68.0 

2.5 

74.5 

4.1 

89.5 

4.6 

90.0 

5.2 

95.5 

6.5 

96.5 


metric fiAsks by means of a microburet. About 40 ml. of the buffer solution (in 
dicated in tables 1 and 2) and the indicated amount of potasrium iodide 
in solution were added. The volume was made to 50.0 ml. with the same in- 
dicated buffer solution. The final percentage transmission was read from 4 to 
24 hours after the addition of the potassiiun iodide solution (12, 15). The 
citric acid-sodium borate buffers were prepared by titrating 0.25 N citric add 
with 0.26 N sodium borate to give the desired pH values. The hydrochloric 
acid-potassium chloride buffers were prepared according to Lange's description 
(6, p. 943). A Leeds and Northrup thermionic potentiometer was used with a 
^ass electrode to determine the pH values. 

Of the considerable quantity of data collected during the development of the 
method, only a nummurn is here reported. Table 1 illustrates the percentage 
transmission as a function of pH values in the region from pH 2.1 to 6.5 (citric 
add-sodium borate buffers). The concentration of potasdum iodide was main- 
tained at 86 mgm. per 50 ml. As the pH value increases, the percentage trans- 
mission increases until no perceptible color reaxains. It is evident that no part 
of this pH range using those buffers is suitable for colorimetric determination 
of the iodoplatinato concentration. 
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Variation of pH value from 0.7 to 2.0 (hydrochloric acid-potassium chloride 
buffers) has no significant effect on final color intensity (table 2). Further work 
was therefore confined to this range. 

The concentration of potassium iodide chosen (115 mgm. potassium iodide 
per 50 ml.) is higher than that recommended by Yoe (86 mgm.) but considerably 
lower than that recommended by Shohl and Bennett (1660 mgm. per 25 ml.). 
Concentrations higher than that chosen had no observed effect on the maximum 
color intensity, whereas lower concentrations resulted in less well poised redox 

TABLE 2 


Percentage tranemiasion of iodoplatinate solution as a function of pH values 
pH 0.7 to 2.0, potassium chloride-hydrochloric acid buffers; 0*163 mgm. platinum 

per 50.0 ml. 


pH VAXHX 

tBAKSKXSSXOM 


p»unt 

0.7 

55.5 

1.0 

56.5 

2.0 

56.5 


TABLE 3 

Color intensity and stability of iodoplatinate as functions of concentration of 

potassium iodide 


XKANSHES8XON 07 lODOFlATZKATS SOXiOnCXHT Of VAU01T8 Ft COMIXNTS* 


CONCENTXATIOIT 

6Sr Ft 

IfiSrFt 

489yFt 

815 r Ft 

1530 y Ft 

mgm.* 

p er cent 

per cent 

Percent 

percent 

percent 

23 

79.1 

58.1 

25.3 

ppt. 

ppt. 

60 

77.8 

57.6 

25.1 

ppt. 

ppt. 

115 

78.8 

56.6 

25.3 

14.5 

6.6 

230 

.... 

57.2 

.... 


• • • • 

460 

.... 

55.8 

.... 

.... 

.... 


♦ Per 50 ml. solution. 


systems with respect to pH value changes. 'When 69 mgm. potasaum iodide 
or less was added to 50 ml. of chloroplatinate solution containing 0.816 mgm. 
platinum (equivalent to 0.325 mgm. potasEdum), metaJlic platinum was pre- 
cipitated (see table 3). 

Temperature variations of the solution from 16“ C. to 38“ C. during color 
development had no effect on the maximum color attained. The use of heat 
to increase the rate of color devdopment is a questionable procedure, giTi/>f> 
bdling will destroy the color. 

Studies on the rate of color development showed that color intensity reached 
a maximum in less than 2 horns whmi the foregoing conditions obtained. After 
24 hours, sufiEldent iodine was usually liberated, by the action of oxygen on 
hydriotic acid, to affect color intentity. Increases of the potassium iodide and 
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hydrogen-ion concentrations decreased the time interval before vrhich liberation 
of iodine affected color intenaty (see table 4). 

PROCBDtTRB 

The method finally adopted is as follows: Evaporate the neutral, normid 
ammonium acetate soil leachate to dryness, add 10 ml. of aqua re^, cover, 
and heat to <lryncss. Kopeat the aqua regia digestion. Add 5 to 10 ml. of 
60 per cent perchloric acid and fume off the excess on a gas plate. Add about 
0.5 ml. of co ncentrated sulfuric a cid and repeat the fuming to convert the salts 
to sulfates. Dissolve the residue in hot, dfiute hydrochloric add and make up 
to volume. Kpette aliquots of the ammonia-free and organic-matter-free 


TABLE 4 

Effect of pH value and potaaeium iodide concentration on separation of iodine in 
hydroehlorio add-potassium, chloride buffer solutions 


pH 

XODIHS SSPAXATXON nOK SOLUTION OV OmXUENT KI CONCSMTXATIONS 

115 zngm. Kl* 

230 mgm. £1* 

0.7 

+t 

+ 

1.0 


-1- 

1.2 



1.4 

+ 

+ 

1.6 

— 

+ 

1.8 

— 

4- 

2.0 

— 

— 


* Per 60 ml. solution. 

t The plus sign indicates that the yellow color of free iodine was observed 24 hours after 
addition of potassium iodide. At 4 hours no color was visible except in the pH 0.7 buffer. 
At 48 hours all solutions had a marked yellow tint. 

solution, preferably containing about 0.1 mgm. potassium, into 50- ml. round- 
bottom centrifuge tubes and evaporate to dryness on a high-pressure steam 
plate, the tubes being hold in a concrete block or transit box to hasten evaporation 
by heating the full length of the tube. Add one to five drops of concentrated 
hydrochloric acid (depending on the amount of calcium sulfate present), 0.5 
ml. of 1 per cent ddoroplatimc acid (theoretically sufficient to predpitate 760 /i 
of potasdum), and about 1 ml. of distilled water to each tuble. Mix and evapo- 
rate to dryness on a steam plate, avoiding prolonged heating after dryness is 
attained. Cool the tubes to room temperature and add 1 ml. of a 2 per cent 
suspension of talc (previously extracted with hydrochloric add and then washed 
free of chlorides) in 80 per cent alcohol. Wadi the potasdum chloroplatinate 
crystals and talc free of other chloroplatinates by centrifugation, using 10 ml. 
of 80 per cent ethyl alcohol saturated with potasd.um dbloroplatinate as the 
wash liquid. Repeat this process three rimes. Drain the tubes by inversion 
over a paper towel and diy off the remaining alcohol by pasdng a current of 
air through the tubes for a few minutes by means of an aeration manifold. 
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Add 10 ml. of buffer solution (29.8 gm. of potassium chloride plus 32 ml. of 
concentrated hydrochloric acid in 9570 ml. of distilled water, pH 1.5) to each 
tube and 1 ml. of potassium iodide solution (11.5 gm. per 100 ml. of solution). 
Allow the color to develop for at least 2 hours at room temperature, then filter 
the solution under suction on a filtration manifold. Dilute the filtrate to 50 ml. 
with the buffer solution and read in a photometer, using a Coming 440 filter 
and an absorption cell 20 mm. deep, not later than 24 hours after the addition 
of the potassium iodide, K a spectrophotometer is used, set the wave length 
at 490 mil. The milligrams of potassium can be read either from an analytical 
curve or a table previously prepared from standard potassium chloride solutions. 

ACCURACY 

When the foregoing conditions were maintained, determinations of eight 
samples of 0.066 mgm. potassium from its chloroplatinate salt yielded a mean 


TABLE 5 

Accuracy and range of meihod 


POXASSIDlf ADDED 

poTASsnne xbcovxdxd* 

ncAEsiassxoH* 

7 

7 

per cent 

10.0 

10.0 ± 1,3 

88.4 =fc 0.7 

80.0 

30.0 ± 1.2 

74.5 ± 0.7 

60.0 

60.0 db 3.4 

64.0 1.9 

80.0 

80.0 ± 2.5 

60.3 ±0,7 

160 

160 ±2 

33.1 ±0.3 

200 

200 ±4 

26.4 ± 0.4 

260 

250 ±2 

20.6 ±0.2 

350 

360 db3 

18.9 ± 0.2 

600 

600 ±7 

9.4 ±0.1 


* The error is expressed as the maximuin vanation from the mean of triplicates. 


error of less than =hl.5 per cent* Extracts of seven samples of a well-mixed lot of 
soil, each containing 0.134 mgm. potassium, were analyzed in duplicate (14 de- 
ternodnations). The average variation from the mean was ±1.2 per cent, with 
a maximum variation of 3.7 per cent. On the basis of 11 samples of soil ex- 
tracts containing from 0.104 to 0.231 mgm. potassium, each sample analyzed 
either in triplicate or quadruplicate (a total of 38 determinations), the standard 
deviation of percentage variations from the mean* was 1.7 per cent. The maxi- 
mum variation was 4,3 per cent from the mean. 


t 


JV’ - 1 


where ir » standard deviation of the percentage yariations from the mean, x mean of each 
set of determinations, Xi » value of each determination, and N ^ the number of deter- 
minations. 
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Table 5 indicates the accuracy and range of the method. Potassium was 
determined in triplicate from known potasaum chloride concentrations over 
the range 0.010 to 0.500 mgm. potassium. 

For percentage transmissions of less than 25.4 (corresponding to 0.200 mgm. 
potassium) the indication is that the instrument used may be read more ac- 
curately than ±0.5 scale diviaons, since the error in the determination of po- 
tassium is less than an assumed error based on that variation in transmission 
reading (table 6) . In the range less than 0.200 mgm. potassium, the error in the 
method for the determination of potassium approximates the assumed error in 
transmission reading. 


TABLE 6 


Comparison of error in potassium determination with error in transmission measurement 
Error in transmission measurement based on assumed ±0.5 scale division variation* 


FOTASSnnt ADPED 

XSEOS IN POTA8SXU1C DBTEXKXNATXON 

Based on recovery of potassium 

Based on assumed variation in 
transmission measurement 

T 

^ unt 

cent 

10.0 

13.0 

10.0 

30.0 

4.0 

3.0 

50.0 

7.0 

2.0 

80.0 

3.1 

1.3 

150 

1,3 

1.6 

200 

2.0 

2.0 

250 

0.8 

2.4 

350 

0.9 

2.9 

500 

1,4 

6.0 


* The instrument was divided into 100 major scale divisions and could be read to the 


nearest 0.1 scale division. 


DiscrussiON 

Organic matter must bo destroyed, ance the presence of protrin will cause a 
low recovery of potassium (12). If the sample had been digested vrith perchloric 
acid, it was found necessary to convert the perchlorates to sulfates, since the 
presence of the former salts interfered with the recovery of potassium, probably 
by the formation of insoluble potassium perchlorate. St. John and Mickey 
(9) used perchloric acid digestion without convoraon to sulfates and experienced 
no such difficulties. It is improbable that the heat treatment they used (350® C. 
for 15 to 30 minutes in a muffle furnace) was suffident to decompose the per- 
chlorates; but it is possible that their use of a much greater excess of chloro- 
platlnic add may have overcome the interference of the perchlorate ion. Hy- 
dre^en peroidde used as a digesting reagent was also found to interfere, probably 
by the oxidation of potasaum chloride to potasaum perchlorate. 

Ammonia, of course, must be removed before the predpitatlon of the potassium 
as the chloroplatinate. Ammonium salts and other nitrogen compounds are de- 
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composed with aqua regia and driven off as free nitrogen, nitrosyl chloride, 
etc. (11). Experiments showed that one treatment as specified was usually 
sufficient, and no ammonium ions survived a repetition, as evidenced by the 
Nessler test. This method of removing ammonia is effective and is safer and 
more rapid than volatilization of ammonium sulfate by heat. 

Prolonged heating of the crystallized chloroplatinates, which would result in 
dehydration of the sodium chloroplatinate, is to be avoided because the dehy- 
drated salt is less soluble in alcohol than is the hydrated salt (4, p. 519). Be- 
cause sodium chloroplatinate is more soluble in 80 per cent alcohol than in 95 
'per cent alcohol, the former is used (3). Saturation of the 80 per cent alcohol 
with potassium chloroplatinate prevents loss of potassium chloroplatinate during 
washing, as the potassium salt is appreciably soluble in 80 per cent alcohol 
(6,p.391). 

Washing the potassium chloroplatinate crystals by centrifugation is more 
rapid than washing by filtration and eliminates a potential source of error, as the 
minute quantity of crystals is not removed from the tube in which crystallization 
occurs, until after the salts are in solution and the color is developed. 

Until a means was devised to retain the potassium chlorplatinate crystals 
at the bottom of the centrifuge tube, difficulty was experienced in decanting the 
supernatant liquid without disturbing the crystals. Of many materials tried, 
talc was found to be best suited for the purpose. During centrifugation it forms 
a compact pad on top of the crystals. Residual alcohol, after washing, was 
completely evaporated because alcohol interferes with color development (15), 
[The alcohol was evaporated by an air current because, when heated, it may 
cause precipitation of metallic platinum from its salt. 

The analytical curve of the iodoplatinate solution as prepared imder the 
conditions specified is nonlinear, although Schlesinger and Tapley (10) reported 
that iodoplatinate in aqueous solution obeys Beer’s law. The use of a filter 
photometer in which tho filter transmits light on both sides of the inflection point 
of the absorption curve probably accounts for the analytical curve’s being non- 
linear, According to States and Anderson (13), if a solution obeys Beer’s law, 
analytical curves obtained by filter photometers are, in general, nonlinear. 

SUMMARY 

A colorimetric method for the determination of potassium in soil extracts by 
the chloroplatinate procedure, having a range from 0.010 to 0.500 mgm. potas- 
sium, is described. Simple measures for ensuring reproducible color intensities 
of idoplatinate solutions are given, 
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Attenlaon has been drawn on occasion (1, 6) to the limitations of the method 
of electric analogues for the solution of problems of fluid flow; it has been said 
that the method can be used only for the state of the stationary water table. 
Though it is clear that no direct analogue of a rising or falling water table is prac- 
ticable, the purpose of this paper is to show that a solution in such circumstances 
may be obtained indirectly by adaptation of the method. 

Let us suppose that figure 1 is a cross section of permeable soil, with all con- 
ditions uniform in the direction perpendicular to the plane of the paper, so that 
we have a two-dimensional problem. The hei^t h of any point is measured 
relative to the impermeable floor and the horizontal distance d is measured from 
some arbitrarily chosen vertical line. For the sake of amplidty of introduction, 
let us further suppose that the soil is one of very uniform pore-size, so that the 
capillary fringe is well defined (2) and has an upper boundary which separates 
a lower zone of sattirated soil, of moisture content c«, from an upper zone of 
unsaturated soil, of lower and sensibly uniform moisture content «». In fact, 
of course, Cu is not uniform, but at least its variations are negligible compared 
with the difference between e, and Cu. In figure 1 the position of the fringe 
boundary at an initial instant of time is shown at P'Q' and, the rainfall rate a 
being assumed insufficient to maintain this position, the subsequent position 
after a time interval U is lower, at jP'^Q". In the time interval U the moisture 
content in the zone P'Q'Q''P" is reduced from c, to Cu, and the water released 
flows away below the boundary, since only bdow the boundary is the per- 
meability appreciable. The falling water table thus introduces an additional 
downward flux across the boundary; if we consider a unit horizontal area at 
the point (d, h), at which point the fall of the boundary is —dhi, the volume of 
water, SQa, released across the boundary is ^ven by 

dQa = —(c, — cj)dhd 

where c. and c» are expressed as volumes of soil water per unit volume of soil. 
In the limit, when the time interval is infinitessimally small and the initial and 
final boundaries are indistinguishable from the mean poation PQ, the total 
flux iffd per unit area is given by 

= a - (dQ/dt)d (js 

— a — (fit — c^(.clh/dt)d ^ ^ 

The construction of electric analogues for a variety of steady states has already 
been described (1, 2, 3). The condition of uniform current input at the “bound- 
ary,” analogous to uniform flux density when dh/dt is 0, must for present pur- 
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poses be replaced by a current distribution analogous to the flux distribution 
described by equation (i), in which dh/dt is not initially known but must itself 
be determined in the course of the solution. It may be remarked here that 
when the water table is rising, that is, when dh/dt is positive, the total flux is 
less than the rainfall rate by an amount equal to the rate of storage of ground 
water; this case presents diflSculties which require further consideration, and 
will receive no general discussion here. 

The process of solution may best be demonstrated by considering a particular 
problem. Let us consider the drainage system discussed in parts I to III 
(1, 2, 3), namely, drains of uniform diameter, depth, and spacing laid in land of 
uniform depth and permeability. As before, we need only investigate the con- 
ditions in a cross section bounded by a vertical plane through a drain line and 
another plane parallel with the first and midway between this drain line and its 
neighbor. The initial fringe boundary must be known together with the sub- 



Fig. 1. Cross Sbcoton of a Permeable Soil with Well-Defined Capillary 
Fringe, Showing Fall of Fringe Boundary P'Q' with Reduced Rainfall 

See text for full explanation of symbols 

sequent rainfall rate. Let us therefore, as an example, trace the history of the 
fringe boundary and water table after the rainfall which had maintained these 
surfaces in their equilibrium positions suddenly ceases. In figure 2 we see the 
initial boundary PQ and a series of subsequent boundaries RS, TU^ and so on. 
It will also be necessary to refer to the intermediate positions pg, ra, vw bi- 
secting the respective decrements. 

The initial boundary is found in the usual way by fixing the point P arbitrarily 
in the analogue and, by trial and error, satisfying the two conditions that the 
boundary is the locus of points such that (3) 

Ah- C (2) 

while the current input is uniformly distributed over that boundary. In equa- 
tion (2), F is the electric potential, h is the height of the point considered, meas- 
ured from the drain level as datum, and A and C are constants which are the 
analogues of the quantities gp and pe in the equation 

<l> - gph - Pc (S) 
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which is appropriate to the fringe boundary in the soil. In equation (5) 4> 
is the hydraulic potential, g is the acceleration due to gravity, p is the density 
of water, and p* is the critical pressure deficiency at which the moisture content 
changes from c, to Cu. Since we are not attempting to make an analogue to 
represent a preselected soil, and since the choice of an electric potential to 
represent a given gravitational potential is only a matter of convenience, the 
constants A and C may bo selected for convenience only, it being usual to select 
the fringe boundary height at P and the fringe thickness at the same point, 
adopting the values of A and C which emerge as a result (2). 



Fio. 2. SuooBssivB PosmoNS of tbb Fbiitox Boundabt afteb 

SVDDBN CbSSBTIOH OF BAlNFAIiL PoLIjOWINO A 

Stable Wateb Table 
See text for full explanation of symbols 

For the next subsequent boundary position RS, the conditions axe changed. 
The rainfall having ceased, the flux across the boimdary, is, from (i) 

— (c, — c^(dh/dt)g (4) 

Provided that the descent from PQ to RS is a short one in a brief time interval 
St, (dh/dt )4 along RS xaay be replaced without serious error by (.Sk/St)d, where 
is the fall from PQ to RS at the distance d from the drain orduiate. Since 
is constant over the whole of RS, the flux il'a is proportional to Shs, and conse- 
quently the current input per unit length of “fringe boundary” in the ana- 
logue must be distributed so as to satisfy the rdationship 

ii^K Shi (5) 

where is a constant. Equation {i) must also, of course, be satisfied, and ance 
we still ate dealing with the same soil and scale of representation as before, the 
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constants A and C must, it would seem, be retained. Ass um i n g this to be so, 
we proceed by selecting the point R, which we are at liberty to do since we have 
not defined the time interval 5t, and constructing RS to comply simultaneously 
with equations (,8) and (5) . The constant K is not open to free choice, since the 
total current input is determined jointly by the constant sheet conductivity of 
the analogue and the already defined constants A and C. The adjustment of 
RS having been made satisfactorily, the potential fidd is plotted, the water 
table found as the locus of points for which (3) 

V = Ah (e) 

and the flow net is drawn, primarily in order to check the value of the sheet 
conductivity. One then proceeds in like manner to deteimine subsequent 
stages. 

The relative time intervals elapsing between the various stages are determined 
as follows: Let ii and ^ be the total current inputs at the end of stages 1 and 2 
respectively, that is, over the boundaries RS and TU of the analogues. Let 

and be the total rate of flow of water across the boundary to which ii and 
ii are analogous. If (3<)i and (S^s are the respective time intervals between PQ 
and RS and between RS and TU, while Ai and A* are the respective cross-section 
areas between these pairs of curves, then 

ii/ii = ’S'./’S's 

= (Ai/5fi)/(A,M) (7) 

from which the ratio Sti/Sk can be calculated, all the other quantities being 
measured in the experiment. The absolute values of 8h and 8k can be arrived 
at only in the light of information as to the properties of the particular soil under 
discusrion, and will be treated at a later stage. Thou^ all the agriculturally 
important results can be expressed in one diagram, namely, a family of curves 
representing the hri^t of the fringe boundary, at specified distances d, plotted 
against time, it is informative to plot also the succession of positions of the 
boundary, as in figure 2, in a second diagram. A similar pair of diagrams mi^t 
also be presented for the water table succosrion. 

If the adjustments of the analogues by trial and error had to be carried out 
exactly as described above, it would be a very tedious process. Fortunately 
the element of freedom may be extended. If we imagine an adjustment com- 
pleted in the foregoing manner, and then the electric potentials at all points of 
the analogue were to be changed in the same proportion, as, for example, by a 
change of voltage of the battery supplying all the currents, then all the current 
dements would also be changed in the same proportion, the conductivity of the 
analogue remaining, of course, imchanged. Consequently equation (j8) would 
stiU be satisfied, but with different constants A' and C, the ratio A'/C' being 
the same as A/C; and equation (5) would still be satisfied, but with a different 
constant, K'. Hence we should arrive at the same shapes of boundaries if we 
allow ourselves freedom at each stage in the choice of A, C, and K, ensuring 
only that A/C is constant throu^out the succession of stages. We can then 
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calculate by proportion the current input -which -would have been observed had 
A and C been held separately constant throu^out, from which calculated cur- 
rent we can then obtain the various ratios between subsequent time intervals. 
Finally, it is possible with experience to forecast the boundary one stage ahead 
sufficiently wdl to estimate the descent from tho medial position pg to rs, rs to 
tu, and so on; tlxe value of Sh/St is a better approximation to dh/dt along BS 
when Sk refers to tho interval pg to rs than when it refers to the interval PQ to 
BS, and similarly for the remaining intervals. 



lio. 3. SoccBSSioN OF Falung Wathe Tables, Beginning with the 
Steady State, after Rainfall Ceases 

The numbers against the water tables are tho order of succession. Tho horizontal and 
vortical distances indicated refer to tho dimensions of the analogue, in oontimotera, but 
may be intorprotod on any scale. 

EXPERIMENTAL RESUITS 

In the first experiments, the results of which are shown in figures 3, 4, and 6, 
it is assumed for simplicity that the soil is one that does not support a capillary 
fringe; the boimdary of the ground-water zone, therefore, is -the water table. 
The relative dimensions of drain diameter, depth, and spacing and soil depth 
are sufficiently indicated in figure 3. The boundary conditions are identically 
those already discussed, namdy, a complete cessation of rainfall following a 
stable water table. , 

Tho results of the second series of expeiunents are shown in figures 6 and 7. 
The only change from -the first series is that the initial state is -that of water- 
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Fig. 4. Vailiation of Watdb-Tablb Hsight with Time, at Vabiotjs 
Horizontal Distances from the Drain, under the Conditionb 
OF Figure 3 

The numbers 0 and 10 against the bounding curves refer to dbtance from the drain. 
The numbers 1, 2, etc. proper to the intermediate curves are omitted to avoid confusion. 
Curve 9 is also omitted, since it is hardly distinguishable from 10. The time unit to is 
arbitrary, and is taken throughout the paper as the time required for the water table to fall 
from half-way between stages 1 and 2 (hg. 3) to half-way between stages 2 and 3. 



Fig. 5- The Same as Figure 4, but for a Bising Water Table, Beginning at Stage 6 of 
Figure 3, with Bahtfall Appropriate to a Final State Given bt Stage 1 

OF Figure 3 
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Ho*i%anl&l 3istiiAe« {ranv 3irt,vx 

Fio. 6, Thk Samiq as Fioobb 3, bttt wim an iNixtAB State ov WATSBiiOaoiNO to thb 
Soil SimrACB (Subfacb Watsb Table) 



Time 

Fio. 7. The Samz as Fioubs 4, bot fob thb Baicd Initial State (Stheiface 
Watiib Table) as Fictobe 6 

logging to the surface instead of a stable water table defined by a particular 
rainfall rate. 
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In the third series of experiments, the soil considered was shallow, the drains 
resting on the impermeable floor, and the initial state was, as for the second 
series, complete flooding. The results are shown in figures 8 and 9. 

Finally, the previous case was repeated, with the difference that a capillary 



HomontsLl liVdnc* irein 

Fig. 8. Succession of Falling Water Tables in Shallow Soil, with Drain on the 
Impermeable Bed, and Starting with an Initial Surface Water Table; 

Zero Rainfall 



Fig. 9. Variation of Water-Table Height with Time, 

AT Various Horizontal Distances from the Drain, 

COBRESPONDINQ TO FIGURE 8 

fringe was taken into account. The fringe thickness was arbitrarily chosen to 
be 1 cm. on the analogue at the midpoint between drains at the end of the first 
interval, the depth of the drains being 5 cm. and the semispacing 10 cm. through- 
out. The results are shown in figures 10 and 11. There is no capillary fringe 
at the in i tial instant, since surface flooding implies a surface water table. With 
cessation of rai nf al l and the removal of free water from the surface, the capUlary 
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Fig. 10. (a) Succbssion of Falling Cafillaby Peingb Boundaeies, and (b) Succession 
OF Falling Watob Tables, in Shallott Soil, as in Figube 8, with Initial Stoface 
Water Table, Zero IUinfall, and an Instantaneously Formed Cafillaby Fbinge 
Initially of Unit Thickness (1 cm. on the Analogue) 



Fig. 11. (a) Vabiation of Height of Fbihqb Boundary, and (b) Vahiatjon of Height 
OF Water Table, with Time at Various Horizontal Distances from the Drain, 
Cobbespondino to Figure 10 
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fringe forms ■without loss of soil water, that is, ■wi'thout a contribu'tion to the 
toM flux, and therefore forms instantaneously. 

DISCUSSION 

The feature of figures 3 and 4 which fitrst attracts attention is that the water 
table falls almost equally everywhere over the greater part of its descent, until, 
in fact, its height at the drain ordinate is very little above the level of the drain 
itself. At this stage the water table at the midpoint between drains is, of course, 
still fairly high, 8>n^ since the final sta'te of the horizontal water table at drain 
level must be reached by all points at the same 'time, it follows that the rate of 
fall must decrease very much more suddenly at the drain ordinate than at the 
midpoint. This course of events is shown in figure 4. The curves are all more 
or less parallel for the fiast stage of the descent. After this, curve 0 flattens out 
the most suddenly and completely, and curve 10 decreases in slope the most 
gradually. 

The time scale of figure 4 is an arbitrary one, and the relative time intervals 
between stages in the descent of the water table hold true for the particular 
soil and dfain cross section shown, no matter what the soil peimeatdlity or the 
scale on which the soil section may be interpreted. More predse discusdon 
must be based upon the physical characteristics of a particular selected soil and 
the particular dimensions, depths, and spadngs of the drains. As an example, 
we may choose a drain spacing of 10 m. figure 3 interpreted on this scale gives 
a drain diameter of 15 cm. and an initial water-table hei^t of 250 cm., relative 
to drain level, at the midpoint, the impermeable floor being 500 cm. beneath 
the drains. Since the capillaiy fringe has been assumed to be of ne^gible thick- 
ness, the soil must be a coarse sand at least, with large pores, and will therefore 
have a relatively high permeability. A medium condsting of sand particles 
1 or 2 mm. in diameter would develop a capillary fringe of only about 5 cm. 
thickness, ne#gible in relation to the dimendons of the flow net, and would 
have a permeability of about 10~* c.g.s. units. Our problem is to determine the 
arbitrary unit to of figure 4, this being the time interval between the stages pq 
and rs, for which the mean stage is BS. 

From the flow net for the initial steady state PQ, together with the aforemen- 
tioned value of permeability of 10^ c.g.s. units, we can calculate that the total 
amount of water crossing the half-section of water table per second is 14.1 cc., 
if a flow thickness of 1 cm. is assumed. The flow nets are, in fact, not shown 
in this paper, since there are too many of them for convenient reproduction, 
but the method of calculating the permeability from rainfall rate and flow 
net, that is, the converse of the above calculation, has been described in part 
1 (1). The total current input in the analogue at this stage, simulating this 
water input, was 286.5 imits, the units being arbitrary but remaining con- 
stant throu^out this discusdon. The total current input in the analogue for 
the second stage, BS, after correction for posdble changes in the resistance of 
the sheet conductor, and calculated to the same value of A as for PQ, was 261.0 
units. This represmits, by proportion, a total water-flow across the half-section 
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of water table of 12.8 cc. per second. This may be assumed to be the average 
flow rate while the water table falls from pg to rs, a decline which involves the 
unsaturation of 12,500 cc. of soil, when a thickness of 1 cm, of soil is assumed. 
If the assumed value of pore space emptied in this process [that is, c, — c» in 
equation (J)] is the reasonable figure of 35 per cent, then the fall of water table 
from pq to rs involves a release of 4,380 cc. of water in the time interval U seconds. 
Equating 4, 380/io to 12.8 cc. per second, we find that = 340 seconds, or 0.0945 
hours. Thus, in this case, the whole course of figure 4 is run in about 2.8 hours. 

Though it is no part of this discussion to deal generally with the case of a rising 
water table, it may be renxarked in passing that a considerable part of the water- 
table sequence shown in figure 3 may be interpreted in the reverse direction. 
The initial steady state and the subsequent five stages present, as has been 
noted, a sequence of water tables essentially of the same shape throu^out the 
course of the descent, and each being uniformly displaced below the preceding 
stage. Hence the factor (,dh/dt)i of equation (4) is independent of the horizontal 
distance d, and the flux 4'i is uniformly distributed; the analogues for these 
stages therefore have uniformly distributed electric current input. This con- 
dition in the analogue fits equally well a uniformly rising water table, since 
again the factor (,dh/dt)d, this time in equation (i), is independent of d but is now 
positive, while the rainfall term a is also uniformly distributed with respect 
to d, so that again is uniformly distributed. Hence, provided that the 
rainfall fluctuations are such as to keep the water table within the re^on of 
stages 1 to 6 of figure 3, this water table will rise and fall as a whole without 
change of shape. The mean water table will also be identical with the steady- 
state water table for some mean value of rainfall intensity, since again the ana- 
logue condition for this mean steady rainfall is that of uniform current input. 
This conclusion was reached tentatively in part I of this series (1). 

Wo can construct figure 5 for the rising water table, correspondiig to figure 
4 for the falling water table and startingwith stage 6 of figure 3 as the initial stage. 
One may, of course, choose a rainfall rate freely; that chosen here is the rate which 
is just sufi&ciont to bring the water table back ultimately to stage 1 of figure 3 
as the steady state. In this figure, to is the same time interval as in ^ure 4 
and may be interpreted for a particular case in just the same way as is shown 
above. 

Little comment is called for in connection with figures 6 and 7. In the early 
stages of descent the fall of the water table is much more rapid immediately 
above the drainlino than elsewhere, thus tending toward the production of a 
water table of the now familiar shape. At stage 7 in figure 6 the water table 
over the drain has caught up with its arrears as compared with the earlier experi- 
ments, and this stage is virtually identical with stage 6 of figure 3. From that 
stage the descent naturally follows the some course as in the precedii^ series, 
and in fact only two more stages were examined experimentally to verify this, 
the final stages of figures 6 and 7 being repeated from figures 3 and 4. The 
arbitrary unit of time, to, in figure 7 is the same as that in figure 4. 

In part I of this series (1) it was shown that the water table in a shallow soil 
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is higher than that in a deep soil, for the same steady rainfall rate, the reason 
being that the shallow soil offers the more restricted flow path and therefore 
demands a higher driving potential. Figures 8 and 9 show that in such a case 
the effect of path restriction is to lengthen the time required for the water table 
to fall from one stage to the next, as compared with deeper soil. Again, for 
purposes of comparison, the time intervals are expressed in terms of the same 
unit to as before. This slowing of the rate of fall is naturally particularly accen- 
tuated when the water table is low and the thickness of the permeable zone be- 
comes very small; in other words, the duration of the tail end of the drainage 
performance is extended more than proportionately to the duration of the initial 
stages. 

To take into account the capillary fringe is an additional complication, as 
has been explained, and the single case chosen was that of shallow soil, where the 
influence of the capillary fringe might be expected to be at its maximum. The 
results are shown in figures 10 and 11, and the difference between the latter 
and the corresponding figure 9 is explicable in general terms, the same time unit 
to again being adopted. In the presence of a capillary fringe, the initial rate of 
fall of the fringe boundary is considerably less than the initial rate in figure 9, 
since the fringe boundary has a lower potential than has a water table at the 
same height. Hence, the driving force being less, although the path resistance 
is approximately the same, the rate of flow is less, and in our circumstances this 
means that the rate of fall of the boundary is less. In fact, when comparing 
rates of fall, one should rather expect approsdmate equality for the same stage 
of water table than for the same boundary stage. A boundary fall in figures 
10 and 11 from a midpoint height of 5 cm. in the analogue to 4 cm. is accom- 
panied by a water table fall from 4 cm. to 3 cm., in a time interval of 5.85 to. 
In figures 8 and 9 the water table at the midpoint falls from the 4-cm. height to 
the 3-cm. height in 5.33 to. This is not very different, but the time of fall from 
the 5-cm. height to 4 cm. is only 4.92 In spite of this early disadvantage 
caused by the capillary fringe, the time taken to approach the ultimate steady 
state with the water table at drain level is very much reduced, because the capil- 
lary fringe provides an appreciable flow path right to the end. 

Though we are justified in assuming the same value of in figure 11 in order 
to discuss a difference in shape of curve, in fact the very presence of a capillary 
fringe indicates a real soil difference and therefore a difference of the absolute 
time scale. If we proceed to estimate the absolute time scale in the same 
manner as when discussing figures 3 and 4, and choose our scale to give a drain- 
age system of the same dimensions as on the earlier occasion, we find that the 
capillary fringe thickness is about 60 cm. It will be observed that this thickness 
remains almost constant throughout the descent of the water table, in spite of 
the steady decrease of flow rate which, in principle, should have some slight effect 
in diminishing the fringe thickness (3). A fringe thickness of such dimensions 
corresponds to a sand with particle size of about 0.1 mm., which would have a 
permeability of about 10"® e.g.s. units. This yields to = 9.46 hours as the 
appropriate interpretation of figure 11, from which we see that the whole course 
of that figure is run in about 12 days. 
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It oidy remains to add to this part of the discusaon that, ance the water 
released by the soil, as the saturated zone boundary falls, flows to the drain, 
it is dearly a simple matter to calculate, from the curves shown, the rate of flow 
per unit length of drain and its vaiiaflion with time. It is har^y necessary to 
illustrate this by an example. 

This is a convenient moment to review once agmn the strictly mathematical 
approach to our problem. Since this was last discussed, in part II (2) of this 
series, a notable advance has been made by Gustaf sson (4) , but at the same time 
our requirements have increased. In part II we developed the hodograph of a 
drainage cross section, with finite drain dimendons and with rainfall inddent 
at the water table, and the difl&culties of further progress were sdf-evident. 
Oustafsson’s advance was made possible by three separate novel considerations. 
He first dealt with the case of drainage of artedan water emanating from an 
inflnitdy deep aquifer. Having solved this problem, he superimposed a uniform 
vertically downward flow, which introduced a rainfall element at the water table 
and was chosen just to eliminate the artedan flow at depth. The result was the 
solution of the problem of the drainage of local rainfall water. The second step 
was to assume the drain to be of inflnitesdmally small diameter, requiring an 
infinitely great negative potential and an inflnitdy great vdodty of flow of water 
at the drain perimeter. This gives us the drainage boundary cross section drown 
in figure 12 from which, by applying the principles described in part II, we can 
derive the form of the hodograph shown in figure 13. By a series of transforma- 
tions, which are equivalent to the dngle transformation 

»i ={(»•+■ 

where v is the variable of the hodograph plane, namdy, the vdocity of water 
flow at t he corresponding point (®, y) of figure 12, k is the permeability, and i 
is V 1 • We then arrive at figure 14 ; in this diagram it is seen that the artedan 
source FO and the drain “sink” DE have been carried throu^ and result in 
point source F''G" and point dnk D^E" respectively, on an upper half plane 
which is isolated from the lower except for the leakage gap Gustaf sson's 

third stop was to close this gap arbitrarily, making B" coincide with P", or, in 
the hodograph plane, choodng the hodograph of the free surface to be the com- 
plete semicirde A'P'. This is justifiable, but results, of course, in a solution 
for only a particular case, which may or may not turn out to be one with which 
we are concomod. As a result of this assumption, the problem is reduced to 
that of flow between a point source and a point sink on the real axis of the half 
plane, the solution of which is wcU known. Final transformation back to the 
plane of figure 12 yidds the solution. 

It is dedrable to point out that the solution is that of a particular case, since 
Gustafsson does not present it as such; it is a minor detraction from the most 
promising devdopment yet published. A second critidsm is that in practice 
drains are not inflnitesdmally small and could not be maintained at an inflnitdy 
great negative potential even if we would. The answer to this is tihat we may 
choose from the flow not any equipotential surface and take that as our drain 
perimeter containing water at the potential indicated. This is not an entirely 



374 


E. C. CHILDS 



Pig. 12. Dbainagb Botjndaby Ceoss Section 
See text for details 



Fig. 13. Hodogeaph Debived peom Figure 12 
See text for details 



Fig. 14. Fubteose Teanspobmatcon op Figure 18 
See text for details 
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satisfying answer, since it is a fonnidable matter to calculate equipotential 
surfaces from the complete solution, and those presented by Gustafsson were, 
in fact, drawn in freehand by personal judgment. And even if it were done, 
there is no guarantee that our solution would correspond to a reasonable drain 
section at a reasonable potential. 

Finally, our demands now extend beyond a solution of the problem for steady 
uniform rainfall. For constructing the sequence of water tables after a change 
of rainfall rate wc must be able to obtain a solution when the flux across the water 
table is nonuiuform. Much as we should all desire a satisfying mathematical 
solution, and much as we may admire the ingenuity and dexterity with which 
the mathematical approach has been conducted in bringing its exponents to 
their present advanced position, it appears that the electric analogue is still the 
only sure altomativo to the small-scale model using actual permeable materials 
and fluids. 


SriMMART 

The method of electric analogues as applied to drainage problems is extended 
to deal with the case of a rising or falling water table, that is, to the unsteady 
state following changes of rate of rainfall, with a system of equidistantly spaced 
drains. It is shown that, over a very considerable range of movement following 
cessation of rain, starting from a steady state and continuing until the water 
table is but little higher than the drain level, the water table falls as a whole 
without apprediable change of shape, after which it naturally falls more slowly 
over the drain line than dsewhere, since the distance left to fall is smaller. The 
relation between water-table height and time is shown for various horizontal 
distances from the drain. The water table approaches drain levd asymptot- 
ically but not, except fortuitously, exponentially, since the hdf^t-time curve 
has a different shape for each distance from the drain line. Over the range 
where the water table falls without change of shape, it also rises without change 
of shape when rainfall is resumed. Consequently, the average water table dur- 
ing the period of fluctuation coinddos with the water table for a steady rainfall 
of some average intensity, always provided that the movement is not carried 
outside this range. 

When the initial state is that of saturation to the soil surface instead of a steady 
state corresponding to constant rainfall, cessation of rainfall is followed at first 
by a faster fall of water table over the drainlinc than elsewhere, after which 
the movement repeats the course followed in the first-mentioned drcumstances. 

The water table falls more slowly in a shallow soil than in a deeper soil, other 
factors being the same. 

The shape of the hd^t-time curve for the water table or capillary fringe 
boundary depends on the thickness of the capillary fringe, particularly when the 
soil is drallow. If the fringe is of appreciable thickness, the ratio of the initial 
rate of fall to the rate of fall when the water table is at some spedfled small 
hdght above the drains is lower than when the fringe is of ne^ipble thickness. 
This is due mamly to the fact that the capillary fringe provides a flow path of 
appredable thickness even when the water table is at drain level, which may be 
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the level of the impermeable bed. Thus the tail end of the drainage performance 
may be completed more freely than when the capillary fringe is absent. 

A recent advance in the mathematical theory of our problem is examined, 
and is shown to apply only to a particular case. This very considerable advance 
is limited to the case of uniformly distributed steady rainfall, and therefore 
cannot be adapted to the case of the rising or falling water table. 
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The anion-exchange reactions of soils may be described as the substitution of 
one anion by another which is present in solution in greater concentration or 
possesses a stronger tendency to hold its position on the soil. Soils which do 
not have excessive amounts of calcium or magnesium in the system take up, 
or “fix,” large amounts of phosphorus by the substitution of phosphate ions for 
hydroxyl ions (5, 9, 16). Conversely, phosphate ions wMch have become 
affixed to soils by this means can be displaced by hydroxyl, fiuoride, and possibly 
other anions (3, 6, 14, 16). Tentative methods for the determination of ex- 
changeable phosphorus and the total anion-exchange capacity have been sug- 
gested by Piper (12) . It is apparent, however, that the anion-exchange reactions 
of soils are not strictly analogous to the base-exchange reactions. 

The phosphorus which accumulates in acid soils as a result of intensive fertiliza- 
tion is, for the most part, relatively insoluble in dilute solutions of the strong 
mineral acids but can be readily replaced from soils by solutions contaiiung 
certain anions. The majority of the common procedures for evaluating the 
phosphorus fertility status of soils are based on solubility, rather than on an 
anion-exchange reaction. Thus, much of the phosphorus which has accumulated 
in fertilized soils is not considered when evaluating the phosphorus fertility. 
Burd and Murphy (3) have suggested that this absorbed phosphorus should be 
considered when chemical data are used in the prognosis of phosphate deficiency 
in soils. 

In this investigation an attempt has been made to determine whether a soil 
has a more or less definite anion-exchange capacity, and to consider the mecha- 
nism of tho reaction. Attention was also given to the properties of the exchange- 
able phosphorus in soils. 


THBOHETICAL CONSIDEBAXIONS 

Mechanisms for the reactions involved in the taking up of phosphorus by 
soils have been frequently postulated. There seems, however, to be no 
acceptable generalization. In order to simplify this discus»on the reactions 
which involve calcium and magnesium are not considered. Chexnical precipita- 
tions, adsorption phenomena, and anion exchange have all been advanced as 
mechanisms by which phosphate is fixed by soils. In this discussion of anion 
exchange it is not the authors’ intention to imply that it is the only mechanism 
by which phosphates are fibced by soil. 

‘ Division of Soils, Fertilisers, and Irrigation, Bureau of Plant Industry, Soils, and Agri- 
cultural Kngineoring, Agricultural Besearcb Administration, U. S. Department of Agri- 
culture, Beltsvillo, Maryland. 
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The formulation of some h 3 ^othesis e^laining the mechanism of these reac- 
tions necessarily precedes any detailed investigation. The following concepts 
were considered at the outset of these studies and were useful in the interpreta- 
tion of the experimental results. 

Kolthoff (10) has recognized two types of exchange reactions: the exchange 
encounter ions and the exchange-adsorption of lattice ions.t> 

"^Counter ions are held in an extra-lattice position at the surface of crystals as 
a result of unequal distribution of forces within the crystals. The exchangeable 
cations of soils are predominatly counter ions, and the relative adsorbability 
of the different cations by the clay minerals is related to valence charge and ionic 
dze. 

The exchange-adsorption of lattice ions involves the lattice ions which are 
at the comers or edges of certain ionic crystals. These ions are less restricted 
than similar ones on the plane surfaces and within the crystals. Kolthoff and 
co-workers have shown that these less restricted lattice ions may enter into 
exchange reactions with ions in the surrounding solution. For example, when 
crystalline barium suKate is placed in a solution containing chromate ions there 
is an equivalent exchai^e between some of the lattice sulfate ions on the surfaces 
of the barium sulfate and the chromate ions in solution. In this instance there 
is an isomorphic replacement, the foreign ion fits into the lattice of the adsorbent, 
and its size is of the some magnitude as that of the replaced ion. Other examples 
of exchange reactions of this nature are available, however, which are not limited 
by the similarity of size or valence charge of the exchanging ion and the exchanged 
lattice ion. 

It is conceivable that the anion-exchange reactions of acid soils are analogous 
or similar to the exchange-adsorption of lattice ions just described. For example, 
when phosphorus is adsorbed (fixed) tibere is an exchange between certain of the 
hydroxyl ions of the clay minerals or hydrous oxides and the phosphate ions 
in solution in accordance with the following reaction: 

XOH + -HaPO* 4-.- -- — XHJ>04 + "OH 

Soil surface Solution Soil surface Solution 

It is weU known that certain species of anions such as sulfates, chlorides, and 
nitrates are adsorbed to only a limited degree by soils. There is apparently no 
satisfactory rule that will permit predictions regarding the adsorbability of 
anions. At first sight it would appear that the adsorbability of anions would 
increase with decreasing solubility of the compound formed between the adsorbed 
ion and the lattice ion of opposite charge. Such a basis might well explain wlyr 
phosphates but not chlorides are adsorbed by soils. This, however, does not 
explain the strong adsorption of the fluoride ion. Apparently, dependug on 
the situation, there are other operative factors. 

nAcdibods 

The tentative method for determining the anion-exchange capacity of soils 
suggested by Piper (12) is essentially a coimteipart of the tisual methods em- 
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ployed for determining the base-exchange capacity. According to this method, 
soil samples are saturated with phosphate by treating with N ammonium phos- 
phate solution at pH 4. After the excess phosphate solution has been removed 
by washing with alcohol, the adsorbed phospliate is removed with sodium 
hydroxide and subsequently determined. 

In this investigation it was sought to determine the anion-exchange capacity 
of soils with respect to several different combinations of anions. Only a brief 
description of the methods employed are given here. A detailed description 
of the methods used is given in an accompanying paper (13). A value of 6.7 
was chosen as the reference pH at which the anion-exchange adsorption capacity 
was deteimined. There was no real theoretical basis for selecting this particular 
pH value except that many of the solutions employed were well buffered at this 
point. A pH of 6.7 is also fairly representative of acid agricultural soils. 

The essential features of the method used to deteimine the anion-exchange 
capacity of soils with different combinations of anions were as follows: 

1. Samples were pretreated with 0.5 ilf sodium acetate at pH 6.7 to remove the divalent 
cations and to bring all soil samples to the same pll. 

2. The samples wore then treated with a 0.5 M solution, pH 5.7, of the sodium salt of 
the anion desired for saturation (phosphate, arsenate, or other). 

3. The excess saturating solution was removed by washing the samples with alcohol. 

4. The anion absorbed by treatment 2 was displaced by treating the samples with a 
0.5 M solution, pH 5.7, of the sodium salt of another anion. 

The amount of anion adsorbed and displaced in this manner was considered 
to be the anion-exchange capacity. 

When soils are treated with solutions containing phosphates or certain other 
anions, the adsorption of these anions at room temperatures is not instantaneous; 
commonly many days are required to establish what approximates an equilib- 
rium. Experience seemed to indicate that two half-hour heatings in a boiling 
water bath brought most soils to approximate equilibrium with the extracting 
solutions. 

ALTERNATE BATURATION OF SOILS WITH ABSBNATE AND PHOSPHATE IONS 

At the outset of this investigation farther data were sought to demonstrate 
whether soils have a definite anion-exchange capacity. To this end, 12 soils 
were saturated with arsenate, the adsorbed arsenate was displaced with phos- 
phate, and the adsorbed phosphate, in turn, was displaced by arsenate. The 
results (table 1) demonstrate the alternate saturation of soils with arsenate and 
phosphate ions. The anion-exchange capadties of the soils are of similar 
magnitude to the base-exchange capacities. 

The amounts of arsenate and phosphate ions adsorbed and subsequently 
displaced from the same soil were not the same; in all cases more phosphate than 
arsenate was displaced. The molar ratio of pho^hate to arsenate ions adsorbed 
varied from 1.25 to 2.62. In a solution at pH 6.7 approximately 90 per cent of 
the phosphate ions are monovalent ("HaPOO, whereas in an arsenate solution 
at the same pH, 96 per cent of the ions are divalent ( HAsOi). If the valence 
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affects the number of anions that are adsorbed by soils, then it is possible to have 
1.8 times more phosphate than arsenate ions adsorbed at pH 5.7. On the other 
hand, since the phosphate ions are considerably smaller than the arsenate ions, 
there may conceivably be positions on the surface of crystals where phosphate 
ions could be adsorbed to the exclusion of arsenate. 

EXCHANGEABILITY OP ANIONS ADSORBED BT SOILS 

Experimental data were next obtained to show how completely the phosphorus 
of a sou saturated with phosphate ions can be displaced by solutions of other 
anions. Samples of a series of eight soils were saturated with phosphate and 
subsequently treated with 0.5 M solutions of sodium arsenate, citrate, tartrate, 
acetate, and ammonium fluoride, and with 0.125 N sod iurajiydroxide. With 
the exception of the sodium hydroxide solution, all solutions wcre^sajusted to 

TABLE 1 


Arsenate and phosphate retained by soils after altemate saturation with phosphate and 

arsenate ions 

Results in millimols per 100 gm. 


SOIL KO. 

SOXL TYPE 

AXSSNAXS 

ADSOEBBD 

PHOSPHATE 

ADSOEBED 

EATXO 

PO4/A8O4 

E959 

Caribou loam 

9.6 


1.25 

E1141 

Sassafras loam 

3.9 

6.4 

1.64 

B1171 

Sassafras loamy sand 

1.3 

2.1 

1.62 

E1763 

Collington loam 

6.1 

9.5 

1.56 

E1S6S 

Sable silty clay 

6.1 

16.0 

2.62 

C4746 

Brookston clay 

4.7 


2.11 

C4746 

Wooster silt loam 

3.7 

6.3 

1.70 

£1644 

Portsmouth fine sandy loam 

4.0 

7.1 

1.78 

E1645 

Lynchburg fine sandy loam 

1.9 

2.2 

1.16 

E787 

Davidson clay loam 

10.0 

16.0 

1,60 

C4740 

Cecil sandy clay loam 

4.1 

6.5 

1.58 

£1824 

Hawaiian clay 

30.0 

41.0 

1.37 


pH 5.7. The total adsorbed phosphorus was estimated by determining the total 
phosphorus in one set of phosphate<saturatcd soils and subtracting from these 
values an estimate of nonexchangeable phosphorus (total phosphorus of un- 
treated soils minus the exchangeable phosphorus). 

The data (table 2) show that the extractions with the citrate and hydroxyl 
solutions removed aU of the adsorbed phosphate. The fluoride removed all of 
the adsorbed phosphorus from the five soUs having a low anion-exchange capamty 
and almost aU from the three soils having a high capacity. The arsenate and 
tartrate removed only a part of the total adsorbed pho^hate; relatively less was 
removed from the soils having high amounts of adsorbied phosphate. As was 
expected, the acetate removed the least adsorbed phosphorus, and these amounts 
are probably similar to what could be extracted by hydrolysis with hot water. 

Also included in table 2 are the total adsorbed phosphorus and anion-exchange 
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capacity when the soils were saturated in accoitlaace with the Piper method 
(12). The lower amount of phosphorus adsorbed by this method is probably 
due to the use of a less rigorous heat treatment and a phosphate solution of lower 

TABLE 2 

Phosphate displaced from phosphate-saturated soils by solvMons of other anions 


Besults in Tuillimols per 100 gm. 




TOTAL 


PBOSKSOnUS DISPLACED BY 


SOILS SATX7BATBD 
BY PIPEK ULiaOD 

SOIL 

NO. 

SOIL TYPE 

! 

PHOS- 

PHOEUS 

Afi- 

80KBED 

Arsen- i 
ate 

Fluo- 

ride 

Hy- 

dioiyl 

Citrate 

Tart- 

rate 

Acetate 

Total 

phos- 

ll^orus 

ad- 

sorbed 

Thos- 

pbonu 

ejc- 

changed 

byhy- 

droiQrl 

E1908 

Atwood fine sandy 
loam 

6.4 

4.1 

6.6 

6.4 

6.4 

5.1 

2.9 

4.0 

3.9 

E1783 

Collington sandy 
loam 

8.6 

6.0 

8.3 

9.4^ 

8.6 

7.2 

3.1 

6.0 

6.7 

E1645 

Lynchburg fine sandy 
loam 

6.1 

6.4 

6,5 

7.4 

7.2 

7.2 

3.4 

6.0 

6.7 

E1141 

Sassafras loam 

16.8 

9.1 

14.6 

18.4 

15.5 

11.5 

4.9 

12.8 

10.1 

E1644 

Portsmouth fine 
sandy loam 

14.7 

9.2 

14.4 

14.9 

14.8 

13.4 

6.1 

10.9 

10.4 

E1911 

Chester clay loam 

26.7 

13.8 

21.3 

28.6 

24.4 

14.7 

8.0 

14.9 

14.9 

E787 

Davidson clay loam 

32.0 

16.6 

27.6 

32.2 

30.2 

1 18.6 

10.4 

20.3 

19.7 

E959 

Caribou silt loam 

32.8 

16.2 

24.5 

33.6 

31.4 

18.4 

8.8 

20,1 

19.7 


TABLE 3 

Arsenate, fluoride, and tartrate retained by soils oe exchangeable anions 


Besults in millimols per 100 gm. 


SOIL NO. 

SOIL TYPE 

AESENATE-SATDBATBD 

sons 

PLUOXIDE 
DISPLACED PEON 
PLtrOBlDE- 
SATDIATBD 
SOILS BY 
PB08PBATE 

TAETBATE 
DISPLACED PEOU 
TAETIATB- 
BATtEATSD 
SOILS BY 
PStOSPEATE 

Total 

arsenate 

Arsenate 
displaced by 
pfiosphate 

E190S 

Atwood fine sandy loam 

2.3 

3.8 

11.2 

1.6 

Ei783 

Collington sandy loam 

2.7 

2.8 

13.4 

1.2 

E1646 

Lynchburg fine sandy loam 

... * 

1.9 

13.6 

1.9 

11141 

Sassafras loam 

4.9 

3.9 

16.5 

1.8 

11644 

Portsmouth fine sandy loam 

4.3 

4.0 

14.3 

6.3 

11911 

Chester clay loam 

9.1 

10.0 

16.6 

3.7 

1787 

Davidson clay loam 

11.2 

10.0 

12.3 

5.4 

1959 

Caribou silt loam 

12.6 

9.6 

18.0 

4.5 


concentration to saturate the soils. The relative values for the different soils, 
however, are apparently in no way impaired. 

Additional data concerned with the relative amounts of anions retained and 
displaced from soils by other anions are contained in table 3. Comparison of the 
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first columns of tables 2 and 3 indicates that about half as much arsenate as 
phosphate is adsorbed by the same soils. Apparently all of the adsorbed arsenate 
is displacea'ble with phosphate. 

The amount of fluoride displaced from the fluoride-saturated soils by phos- 
phate (table 3) was apparently independent of the anion-exchange capacity. 
It is probable that with the methods of saturation employed, fluorine has com- 
bined or reacted rather actively with the soils. For this reason, it was concluded 
that the fluorine displaced from fluoride-saturated soils will not be indicative 
of the anion-exchange capacity. 

The role of organic anions such as citrate and tartrate in the anion-exchange 
reactions of soils has not been definitely clarified. It has long been known that 
citric acid is an effective reagent for extracting phosphates from soils. There 
is no direct evidence, however, that appreciable amounts of citrate ions are 
adsorbed by soils. Steele (15) has shown that citrates, oxalates, and humates 
are effective in reducing the adsorption of phosphates by soils. Data in table 3 
show that when soils are treated with 0.5 M sodium tartrate, pH 6.7, relatively 
small amounts of tartrate are adsorbed which can subsequently be displaced 
with phosphate. An attempt to obtain similar data with citrates was unsuccess- 
ful because of anal 3 rtical diflSculties. The indications were that only relatively 
small amounts of citrate ions are adsorbed by soils as exchangeable anions. 

CLAT CONTENT OE SOILS AND THE ANION-EXCHANGB CAPACITT 

If the anion-exchange reactions of soils involve lattice ions at the comers and 
edges of crs^stals, then it would follow, other things being equal, that soils having 
the greatest percentage of clay or the highest specific surface would have the 
highest anion-exchange capacities. It was found that the anion-cxchai^e capac- 
ities of a series of Sassafras soils from Long Island and 'Virginia varied between 
the limits of 1.3 and 9.8 nuUimols per 100 gm. The clay contents of these soils 
(table 4) show a fairly consistent positive correlation with the anion-exchange 
capacities. The specific surface (11) was determined on seven of the soils, and 
here again there was the tendency for the soils of high i^cific surface to have the 
higher anion-exchange capacities. 

BEItCOVAL OE EBEE IBON OXIDES AND THE ANION-EXOHANOE OAPAOITT 

The discussions, thus far, concerned with the mechanism of the anion-oxchange 
reactions have not associated these reactions with any specific mineral or crystal 
structure. The kaolin mineralB and certain of the hydrous oxides of iron and 
aluminum have been shown to adsorb phosphoras. The release of faydrosyl 
ions which has been observed to accompany the adsorption of phosphates has 
been considered as evidence of anion exchange. In accordance with the observa- 
tions of Hendricks (7), it is probable that the site of the exchangeable hydroxyl 
ion of the kaolin minerals is on the lateral faces. 

Several studies have shown that the treatment of colloids or soils to remove the 
free iron oxides substantially reduces the adsorption of pho^hates (1, 4, 17). 
Hie results of these studies have been taken to support the contention that in 
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acid soils the adsorption of phosphates is primarily due to the formation of in- 
soluble iron compounds. When a biological reduction of the iron (1) is employed, 
the effect on the adsoiption of phosphates is not so pronounced. 

Tho series of eight soils which had previously been studied were treated 
chemically by the method of Truog et (d. (18) to remove the free iron oxides. 
Tho anion-exchange capacities of the treated soils wore determined by two meth- 
ods: fhet aiecnatc displaced by phosphate, and second, phosphate (^placed by 
fluoride. The data (table 5) show a substantial reduction in anion-exchange 
capacity as a result of the treatment for all but one soil. An explanation for the 
increase in exchange capacity of the Portsmouth soil is that the sulfides may not 

TABLE 4 


Relationship between anion-exchange capacity of Sassafras soils and percenttsge clay or 

specific surface* 


son. NO. 

ANIOK-EXCBAKOS 

CAPACITY 

CLAY <0.002 MM. 

SPBCZTIC SUKKACS 


mUUmols 100 gm. 

per cent 

sq. m,/gm» 

D4631 

1.3 

3.7 

0.698 

D4633 

1.8 

6.7 

1.646 

D462X 

3.0 

7.4 

3.88 

mm 

3.6 

8.1 


D4611 

4.1 

9.3 


D4616 

4.4 

7.6 


D4616 

4.7 

0.0 

3.78 

D4513 

4.9 

10.4 


D4522 

4.9 

11.6 


D4624 

6,0 

10.1 


1)4621 

6.1 

10.1 


D4614 

6.6 

9.4 


D4512 

6.2 

11.2 

5.44 

D4517 

6.9 

11.4 


D4620 

7.4 

14.0 

6.99 

D4618 

9.8 

10.2 

5.81 


*The clay and specific surface jaaeasurontents were made by the mechanical analysis 
laboratory and by R. A. Nelson, respectively. 


have been completely removed. Tho amounts of iron removed from the soils 
do not seem to bo r^ted to the reduction in anion-exchange capacity. 

It docs not necessarily follow from the foregoing results that all of the reduction 
in anidn exchange-adsorption capacity is directly attributable to removal of 
iron oxide. The chemical treatment was drastic enough to destroy other crystal 
structures in addition to the iron oxides. In any case, the adsorption of phos- 
phate by anion exchange appears to be a reversible phenomenon. 

DISPLACEMENT OE EXCHANGEABLE PHOSPEOBUS 

Presumably, during the process of saturating a soil with anions such as arsenate 
or fluoride, the exchangeable phosphorus which the soil contained is dJ^laced 
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and may be detennined in the extract used for saturation. Since marked dif- 
ferences were found in the amounts of total adsorbed phosphorus exchangeable 
by the different anions, it appeared desirable to see whether similar differences 
also occurred when the exchangeable phosphorus of soils was determined. 
Consequently, the series of eight soils were extracted with 0.5 M, pH 5.7, solu- 
tions of arsenate, fluoride, tartrate, and citrate and with 0.125 N sodium hydrox 

TABLE 5 


Effect o/ removal of free iron oxides on the anion-exchange capacity 


son. NO. 

son. TYPE 

xnmusATED son£ 

1 


ArsenAte 
displaced by 
phosphate 

Phosphate 
displaced by 
fluoride 

Arsenate 
diwlaced by 
phosphate 

Phosphate 
displaced by 
fluoride 

FesOt 

removed 

E1908 

E1783 

E1645 

E1141 

E1644 

E1911 

E787 

mm 

Atwood fibae sandy loam 
Collington sandy loam 
Lynchburg fme sandy loam 
Sassafras loam 

Portsmouth fine sandy loam 
Chester clay loam 

Davidson clay loam 

Caribou silt loam 

mmols, too 
gm, 

3.8 

2.8 

1.9 

3.9 

4.0 

10.0 

10.0 

9.6 

nmoU,flQ0 

gfn> 

5.5 

8.3 

6.5 

14.5 

14.4 
21.3 

27.6 

24.5 

mmols,/100 

gm, 

1.4 

1.1 

1.2 

2.0 

18.8 

2.2 

7.9 

1.4 

mmols./lOO 

gm, 

2.3 

1.3 

1.2 

3.6 

18.2 

3.4 
14.3 

2.8 

per cent 

1.02 

1.76 

0.21 

1.71 

0.36 

3.29 

8.02 

3.21 


* The writers are indebted to A. J. MacKenzie for these data. 


TABLE 6 

Exchangeable phoephorua displaced from natural soils with different reagents 


Results in millimols per 100 gm. 


son. NO. 

SOILTYPS 

BXCEANOXABUC PHOSPBORVS XBPLACXD BY 

TOTAL 

FUOSmOBUS 

Arsen- 

ate 

Fluor- 

ide 

Hy- 

droayl 

Tar- 

trate 

Cit- 

rate 

E190S 

Atwood fine sandy loam 

0.24 

0.24 

0.20 

0.16 

0.29 

0.71 

E1911 

Chester clay loam 

0.36 

0.43 

0.68 

0.17 

0.36 

1.73 

B787 

Davidson clay loam 

0.56 

0.66 

0.84 

0,20 

0.40 

2.63 

E959 

Caribou silt loam 

1.21 

1.14 

1.86 

1.18 

1.79 

3.36 

E1644 

Portsmouth fine sandy loam 

1.38 

1.77 

1.58 

1.60 

1.85 

2.75 

E1141 

Sassafras loam 

1.70 

1.99 

2.88 

1.54 

2.21 

3.95 

E1783 

Collington sandy loam 

1.76 

2.18 

2.49 

1.84 

2.36 

3.57 

E1646 

Lynchburg fine sandy loam 

1.86 

2.40 

2.36 

2.10 

2.65 

3.12 


ide. The phosphorus in these extracts was determined, and the results are 
reported as exchangeable phosphorus in table 6. 

The Atwood, Chester, and Davidson soils contained relatively low amounts 
of exchangeable phosphorus. These three soils probably have received little 
or no phosphatic fertilizers. The other five soils have been heavily fertilized, 
and a large percentage of their total phosphorus is exchangeable. The hydroxyl 
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and citrate solutions extracted the largest amounts of exchangeable phosphorus, 
with the fluoride in most instances extracting almost as much. On the soils 
containing the higher amounts of exchangeable phosphorus, the arsenate and 
tartrate solutions extracted low amoimts of exchangeable phosphorus as com- 
pared with the other anions. 


DISCXTSSION 

The data presented in the foregone sections lend support to the contention 
that soils treated by techniques which are essentially a counterpart of the base- 
exchai^e methods show a definite anion-exchange capacity. The different 
species of anions, however, are not adsorbed by soils to the same degree. For 
example, there is about tmee as much phosphate adsorbed as an exchangeable 
anion as there is arsenate. Also, arsenate will not displace all of the phosphate 
adsorbed by soils, whereas phosphate will displace all of the adsorbed arsenate. 
These and other observations indicate that the ionic and other properties are 
involved in governing the amounts of anions adsorbed in the exchangeable form. 
The factor of ionic size, however, does not preclude the presumed necessity for 
a chemical affinity between each particular species of amon and the metallic 
ions of the active crystal surfaces which take part in the anion-exchanpe reac- 
tions. It would bo of interest to know whether it is the same surfaces or crystal 
lattices that adsorb more of the smaller ions than of the larger anions, or whether 
this phenomenon is the property of specific classes of materials which will adsorb 
one species of anion but not another. Possibly a study that utilized materials 
of known composition such as the kaolin minerals and the hydrous oxides would 
be helpful in this regard. 

When soils are partly saturated with phosphate under natural conditions 
(by the long-continued use of phosphatic fertilizer in the field), apparently the 
exchangeable phosphorus is for the most part as readily replaceable with arsenate 
as with the small anions such as fluoride (see table G) ; whereas when soils are 
fully saturated under rather drastic laboratory conditions, only about half of the 
adsorbed phosphate is replaced by arsenate (sec tables 2 and 3). This tends to 
place a greater importance on those soil surfaces that have the property of 
adsorbing large as well as sraallor ions. 

The efficiency of the sodium citrate solution in removing the adsorbed or 
exchangeable phosphorus from soils is difficult to explain. It is not improbable 
that the mechanism involved is something apart from an anion-exchange reac- 
tion per se. There is no evidence available which demonstrates that citrate 
ions are adsorbed by soils. Fertilizer chemists have found iron oxide and iron 
and aluminum phosphates to bo appreciably soluble in neutral ammonium citrate 

! (2, 8). It seems likely that the solvent action of citrate solutions involves the 
formation of complex ions. 

The data presented in this paper should be helpful in the consideration of 
possible methods of determining the onion-exchange capacity and the exchange- 
able phosphorus of soils. It is evident that extraction with hydroxide or fluoride 
solutions will give a satisfactory estimate of the exchangeable phosphorus. 
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Citrate may also be equally satisfactory; however, high results may be obtained 
with certain soils, especially if these contain calcium phosphates. It is quite 
evident that any estimate of the anion-exchange capacity will be more or less 
empirical. The concentration and pH of the solution used to saturate soils and 
the method of saturation must all be carefully standardized. Since a soU 
phosphate problem is Ukely to be the dominant reason for desiring the evaluation 
of anion-exchange capacity, the use of phosphate-saturated soils would appear 
to be most logical. Although in the past this laboratory has evaluated the 
anion-exchange capacity of a large number of soils, using arsenate-saturation, 
this practice will probably not be continued in the future. 

SUMMARY 

Recent experimental evidence has supported the contention that anion 
exchange is the mechanism causing much of the phosphorus retention of acid 
soils. Accordingly, a study of the anion-exchange properties of soils was made. 
The results of this study may be summarized as follows: 

Soils were shown to have an anion-exchange capacity in that they can bo alternately 
saturated with arsenate and phosphate iozis. 

When comparable methods of saturation are employed, more phosphate than arsenate 
is always retained by soils as exchangeable anioss. 

The phosphorus retained by soils as an exchangeable anion is virtually completely re- 
moved by fluoride, hydroxide, and citrate solutions, but anion exchange is probably not 
involved when adsorbed phosphates are extracted from soils by citrate solutions. 

The anion-exchange capacity of a series of Sassafras soils was shown to incrogse with 
increasing clay content or specific surface. 

I Soils treated chemically to remove the free iron oxides had a reduced anion-exohange 
capacity; however, this reduction in exchange capacity was not proportional to the amounts 
of iron dissolved from the soils. 
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For several years the writers have been considering the anion-exchange reac- 
tions of soils. The methods used for saturating soils with anions and for displac- 
ii^ the adsorbed anions were virtually a counterpart of the common base- 
exohange methods. Since operations of this type involving anions rather thun 
cations are not in common usage, it was necessary to alter existing methods to 
meet these new requirements. The purpose of this paper is to describe the 
salient features of the methods that were found to be satisfactory in the study 
of the anion exchange of soils. 

COMMON OPERATIONS AND BEAOBNTS 

Methods of extraction and saturation 

The usual procedures used for leaching soils in base-exchange studies were 
found to be unsatisfactory when applied to anion exchange. Soils treated with 
strong phosphate, arsenate, or similar solutions become dii^ersed, TnakiTig 
filtrations tedious if not impossible in certain instances-. For this reason, all 
extractions were made by a decantation method uring centrifugal force to 
separate the two phases. 

Soil samples of appropriate size (usually 6 gm.) were placed in 100-ml. centri- 
fuge tubes, and 50 ml. of extracting solution was added. The contents of the 
tubes were then stirred several times with individual stirring rods during about 
5 minutes. If heat treatments were to be given, the tubes were at this point 
immersed in a boiling water bath for the prescribed period. The tubes were 
then centrifiged for 15 minutes at a relative centrifugal force of approximately 
700 times gravity, and the supernatant liquid was decanted. For a complete 
extraction the entire process was usually repeated at least four times; thus, each 
soil sample was treat^ with a minimum of 200 ml. of solution. 

Alcohol washing 

In preparing a soil saturated with a given anion for the purpose of determining 
the anion-exchange capacity it is necessary to remove the excess of the solution 
used for saturation. An inherent difficulty with washing saturated soils is loss 
by hydrolysis, and if hydrolysis is prevented by the use of alcohol there is the 
possibility of precipitating saltsan the soils. As a compromise the following 
washing procedure was adopted: 

After the last of the saturating solution, had been decanted, 25 ml. of water was added 
to each of the tubes, and the contents were stirred. Then 25 ml. of 95 per cent ethyl ^cohol 

' Division of Soils, Fertilizers, and fnigation, Bureau of Plant Industry, Soils, and 
Agricultural Engineering, Agrioidtural Research Administration, U. S. Department of 
Agreulture, Beltsville, hbuyland. 
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was added, the contents of the tube again were stirred, and after centrifugation the alcohol 
was decanted. Three additional washings were then made with 60 ml . of 95 per cent alcohol . 
Frequently, after the foiirth washing was centrifuged, the supernatant liquid was found to 
be cloudy. When this occurred, two drops of sodium acetate solution was stirred into the 
supernatant liquid, and the tube was recentiifuged. 

Decoloration of soil extracts 

Invariably when soils are treated with phosphate, arsenate, or similar solutions, 
suflBcient soil organic matter is removed to give dark-colored extracts. Unless 
removed, this organic matter interferes with the analysis of the extracts. 

The extracts were made to a volume of 250 ml., and about 76 ml. was then 
transferred to a 125-ml. flask containing 1 gm. of activated charcoal (Darco G 60). 
The contents of the flasks were mixed by swirling, allowed to stand for a few 
minutes, and filtered through Whatman No. 42 paper, the first 10 ml. of filtrate 
being discarded. 

Reagents 

0.5 M zodium acetate^ pH 5.7—41 gm. of anhydrous sodium acetate was dissolved in a 
liter of water and adjusted to pH 5.7 with glacial acetic acid. 

0.5 M sodium phosphate, pH 5,7*— 69 gm. of NalIiP 04 *H 20 was dissolved in 900 ml, of 
water, the solution adjusted to pH 5.7 with sodium hydroxide, and Anally diluted to 1 
liter. 

0.5 M sodium arsenate, pH 5,7 — ^An approximately saturated solution of arsenic acid was 
prepared by adding 500 gm. of C.P. AssOs to 800 ml. of water and allowing tho material 
to stand for at least 24 hours, then decanting the supernatant liquid. A 50-ml. aliquot 
of this solution was titrated electrometrically to pH 4.5 and to pH 5.7 with 1.00 sodium 
hydroxide. The exact molarity of the strong arsenate solution was calculated from the 
amount of alkali necessary to bring the aliquot to pH 4.5, assuming the formation of NaH$- 
AsOi. Thus, the molarity of the strong AsaOs solution and the amount of sodium hydroxide 
required to bring it to pH 5.7 being known, a solution of sodium arsenate 0.5 M in respect 
to arsenic and having a pH of 5.7, was prepared. 

All samples of C.P. AssOs examined contained impurities, a considerable fraction of 
which were removed by preparing the saturated solution as described. Failure to remove 
these impurities hampered subsequent determination if this solution was used to extract 
exchangeable phosphorus from soils. 

0,5 M ammonium fluoride, pH 5.7— 18.5 gm. of axxxmonium fluoride wm dissolved in a 
liter of water and, if necessary, adjusted to pl£ 5.7 witii ammonium hydroxide. Unless 
this solution is stored in a wax-lined container, tho pH will slowly rise. 

0,6 M sodium citrate, pH 5.7—96 gm. of citric acid was dissolved in 600 ml. of water, 
neutralized to pH 5.7 with 20 per cent sodium hydroxide, and diluted to 1 litor. 

0,6 M sodium tartrate, pH 5.7—76 gm. of tartaric acid was dissolved in 500 ml. of water; 
40 gm. of sodium hydroxide was dissolved in 200 ml. of water and poured into the tartaric 
acid solution. The resulting solution was cooled, adjusted to pH 5.7 with dilute sodium 
hydroxide, and diluted to I liter. 

PBETKEATHdCENT OF SOILS 

All of the soil samples izsed for anion-exchange studies were pretreated by an 
extraction with 200 ml. of the 0.6 M sodium acetate solution, pH 5.7, to remove 
the divalent bases and to bring the soil samples to the same pH, The removal 
of the active divalent bases from the soil samples appeared desirable in order to 
eliminate their role in the retention of anions. If soils containing appreciable 
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amounts of exchangeable calcium were saturated with an anion for the purpose 
of determining the anion-exchange capacity, it is conceivable that appreciable 
amounts might be retained in combination with the calcium rather than as an 
exchangeable anion. The importance of workii^ with soils having about the 
same pH caimot be overemphasized. 

The validity of determining the exchangeable phosphorus in soils that have 
been pretreated is debatable. Measurements made in this laboratory have 
shown the amount of phosphorus extracted by the pretreatment to be very small 
in comparison with the exchangeable phosphorus, and in most soils the amounts 
are of negli^ble importance. On the other hand, if a soil sample is contaminated 
with fertilizer materials such as monocalcium phosphate, it might be advantage- 
ous to remove the contaminant by pretreatment. Studies by Dean (2) have 
shown that when a base such as so^um hydroxide is used to extract the ex- 
changeable phosphorus, a pretrealment to remove the divalent bases has a 
marked effect on the amount of phosphorus extracted from certain soils. Ap- 
parently this indicates that some of the phosphorus liberated by the sodium 
hydroxide is roprecipitato^d^y calcium. ^ 

EFFECT OF CONCENTKATION AND HEAT TREATMENTS ON DETERMINATION 


OF ANION-EXCHANGE CAPACITT 


The amounts of phosphorus adsorbed by soils treated with phosphate solutions 
depend upon the time of contact and the concentration. The results of Dean 
and Eubins (3) and Kurtz el al. (8) are t 3 rpioal of experiments of this type. For 
purposes of determining the anion-exchange capacity of soils, therefore, it will 
be necessary to standardize conditions so as to eliminate these factors as variables 
and, if possible, establish an equilibrium between the soil and the saturating 
solution. 

The time necessary to establish what approximates an equilibrium can be 
shortened by applying a heat treatment. The method described by Pipw (11) 
calls for heating soils and saturating solution together at 50-60'’ C. for 1 to 2 
hours. A boiling water bath is preferred by the writers, since it is easier to 
control. £l:!q>crienoe seemed to indicate that two half-hour heatings* in a boiling 
water bath brought most soils to approximate equilibrium with the saturating 
solution. For example, the data in table 1 show the influence of various heat 
treatments on the values obtained for the anion-exchange capacity of Davidson 
clay loam. These data were obtained by saturating the soil with arsenate and 
displacing the adsorbed arsenate with phosphate. Apparently, if the heat treat- 
ment is greatly prolonged the soil breaks down and anion adsoiption increases 
markedly. 

On theoretical grounds it is apparent that the effect of concentration becomes 
of less and less importance as the concentration of the solutions employed for 
saturating soils with anions is increased. Table 2 compares ^o anion-exchange 
capacity values of four soils when 0.25 M and 0.5 M solutions were used for the 

* The heatings were used when the soils wore being saturatod and again when the ad- 
sorbed anions were removed. 
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determinations. These data show consistently higher values when 0.6 M solu- 
tions were employed. The solutions were sufficiently concentrated, however, 
to avoid serious discrepancies from small changes in concentration. The 0.6 
M concentration is advantageous in that the soils remain coagulated to a greater 
degree, and less centrifuging is necessary to obtain clear e^ctracts, 

TABLE 1 


Effect of heating suspensions of soil and extracting solutions on anion-exchange 
capacity determinations 


NinCBEK or EBATZNOS 

TDCE or SAGE EBAIIMO 

AEION-BXCEA2TGB CAPACHY 


hours 

mUKmoUflOO gm. 

None 

0 

6.1 

1 


9.3 

2 


10.6 

4 

i 

10.8 

1 

1 

10.2 

2 

1 

10.7 

4 

1 

14.4 

1 

2 

11.2 

1 

4 

14.4 


TABLE 2 

Effect of concentration of extracting solutions on anion-exchange capacity determinations 


8OXL BO. 

SOXLTYPB 

ANIOB-KXCEANOB CAPACXTy OBXSUOMXO WIXB: 

0.Z5 if Solutions 

OJS if Solutions 

£-915 

Caribou loam 

miUtmoUlieO 

6.8 

mUUmols/100 gm. 

9.6 

£-1141 

Sassafras loam 

3.3 

3.9 

£-787 

Davidson clay loam 

8.6 

10.6 

£-1824 

Hawaiian clay soil 

24.6 

30.6 


PHOSPHORUS DETERMINATION IN SODIUM ARSENATE SOLOTIONS 

Reagents 

Hydrohromic act<^-48 per cent. 

Ammonium metaoanadate--2,Z4& gm. of NBUVOs was dissolved in 500 ml. of hot water, 
10 ml. of HNOt (sp.gr. 1.42) added, and the solution diluted to 1 liter. 

Ammonium molybdater-KjO gm. of (PrH 4 )»Mo 04 were dissolved in 600 ml. of warm water 
(60® C.) containing 10 ml. of NH4OH (sp.gr. 0.90), This solution was filtered and diluted 
to 1 liter. 


Procedure 

The .arsenate ions were removed from the solution by converting to AsBrs 
and distilling. To accomplish this, a 10-ml. aliquot of clear solution was placed 
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in a small Kjeldahl flask (70-ml. capacity), 10 ml. of HBr was added, and the 
contents of the flask were brought just to dr3naess with moderate heating. The 
neck of the flask was then washed with 10 ml. of 1.5 i\r nitric acid, and the contents 
of the flask were boiled gently until colorless. The cooled solution was then 
transferred to a volumetric flask of suitable size (usually 26 ml.). Sufficient 
7.6 JV HNOs was added to make the contents of the flask 1.6 iV in respect to 
nNOi when dilutod to volume (disregarding the 10 ml. of 1.5 JV HNO» added 
to the Kjoldahl flask). 

Mission’s vanadomolybdate method (6, 9) was used to determine the phos- 
phorus content of the solution freed of arsenate ions by the method described 
above. A 10-mI. aliquot was placed in a colorimeter tube; while it was swirling, 
1.25 ml, of the metavanadate solution followed by 1.25 ml. of the molybdate 
solution was added. The yellow color was allowed to develop for 30 minutes 
before the transmission was measured with a photoelectric colorimeter equipped 
with a Wratten 420 filter. 


Comments 

The usual molybdenum blue methods for determining phosphorus were found 
to be unsatisfactory when applied to solutions freed from arsenic with HBr. 
Apparently these solutions contain antimony (an impurity in most commercially 
obtainable arsenates) in sufficient amounts to cause error of a considerable 
magnitude. The vanadomolybdate method proved to be a very satisfactory 
substitute. With this method the recovery of standard amounts of phosphorus 
added to 0.5 M sodium arsenate solutions was complete. 

ABSSNIC DBTBBMINATION IN SOniUU FHOSPBATE SOLimONS 

The method of Oassill (1) was found satisfactory for determining the arsenic 
in 0.5 M phosphate solutions. The solutions analyzed were extracts of arsenate- 
^turated soils and contained at least 20 p.p.m. of arsenic. The method involves 
an arsine evolution, absorption in mercuric chloride-gum arable solution, followed 
by addition of a measured excess of iodine. The excess iodine is then titrated 
with standard arsenito. Only minor changes were necessary in adapting this 
method for use with 0.6 M sodium phosphate solutions, pH 5.7. Since these 
solutions are highly buffered, it was found necessary to increase the evolution 
period and the amounls of hydrochloric acid and starmous chloride, for production 
of about 1600 ml. of H* during the evolution period is nocessaiy . 

PHOSPHOBTTS DBTBBMINA'IION IN AMMONIUM PLUOKIDE SOLUTIONS 

The determination of phosphorus by the molybdenum blue reactions in the 
presence of high concentrations of fluoride ions is greatly simplified if boric acid 
is used to eliminate the fluoride interference (7). Tests in this laboratory have 
shown that this use of boric acid will give satisfactory results when the Zinzadze 
molybdenum blue reagent as modified by Gerritz (6) is employed for the deter- 
mination of phosphorus. 
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Reagents 

Molybdenum blue 19.6 gm. MoOa and 1.26 gm. of molybdenum metal were dis- 

solved in 600 ml. of concentrated sulfuric acid. [For details on preparing this reagent, 
see Gerritz (6) or Peech et al, (10) .1 

Dilute molybdenum blue reagent — one volume of the above molybdenum blue reagent was 
diluted with three volumes of water and cooled. 

Sodium hisulfiie solufiion, 8 per cent — 40 gm. of sodium bisulfite (meta, powder) was dis- 
solved in 600 ml. of 1 .0 iV siilfuric acid. A fresh supply was prepared every week. 

Boric acid— 0.8 M, 

Quinaldine red— -0.01 per cent aqueous solution. 

Procedure 

An aUgjiot nf clarified ammonium fluoride extract containing no more than 2 
millimols HsB0>|and less than 50 gammas phosphorus was transferred to a 50-ml. 
volumetric fls^, and 16 ml. of 0.8 M boric acid added. The acidity waa ad- 
justed by adding 4 drops of quinaldine red indicator followed by 1 JV sulfuric 
acid until the pink color just disappeared. The solution was then diluted with 
water to 35 ml., and 5 ml. of sodium bisulfite solution was added and the flask 
placed in a boiling water bath for 40 minutes. Then 2 ml. of freshly prepared 
dilute molybdenum blue reagent was added, the contents of the flask were muced 
by swirling, and the heating was continued for 90 minutes. The cooled solution 
was noade to volume, and the transmittancy measured at 660 m/x. 

FHOSPHOBUS DSTEBMINATIOK IN SODIXJU TABTBATX AND CITRATE EXTRACTS 

Phosphorus was determined in the sodium tartrate and citrate extracts by the 
molybdenum blue method after the tartrates and citrates had been destroyed 
by a modification of the method of Warren and Pugh (12) for determining phos- 
phorus in 1 per cent citric acid extracts. 

Three grams of KMn04 was placed in a 70-ml. Ejeldahl flask. Ten milliliters 
of the clarified citrate or tartrate extract was pipetted into the flask and 1 ml. 
concentrated HCl added without disturbing the flask. After the reaction sub- 
sided another small portion of HCl was added and this procedure continued 
until the total added was 10 ml. After standing 30 minutes, the neck of the fliask 
was washed down with 2 ml. of HCl and the contents were digested vigorously 
until clear. After the solution cooled, 20 per cent NaOH was added until a 
permanent precipitate just formed. This was dissolved by a dropw^ addition 
of 1 i\r HaSO*. Any brown discoloration that remained at the end of neutraliza- 
tion was cleared with a few drops of the sodium bisulfite reagent. The solution 
was then transferred to a 50-ml. volumetric flask and made to volume. 

To determine the phosphorus in solutions prepared as above, an aliquot 
containing less than 50 gammas phosphorus in no more than 25 ml. of solution 
was pipetted into a 50-ml. volumetric flask. Quinaldine red was added, the 
acidity adjusted with 1 N HsS04, and the volume made to 35 ml. with water. 
Five milliliters of the sodium bisulfite reagent was added and the fia^ were 
heated -in a boiling water bath for 40 minutes. Two milliliters of the dilute 
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molybdenum blue reagent was added and heating continued for 25 minutes. 
The cooled flasks were made to volume and the transmittancy was measured 
at 660 m/i. 

TAKTRATB DETERMINATION IN SODIUM PHOSPHATE EXTRACTS 

Two methods for determining tartrate in 0.5 M sodium phosphate extracts 
wore found to bo satisfactory. One involved a dichromate oxidation, and the 
other a periodate oxidation (4). Because of its simplicity, the dichromate 
method was used for most determinations. The periodate method served as 
an occasional check. 

A 10-ml. aliquot of the clarified extract was pipetted into a 250-ml. beaker and 
evaporated to dryness on a steam bath (to remove traces of alcohol). Ten 
milliliters of water was then added and 5 ml. potassium dichromate solution 
(4.9 gm. per liter) was accurately pipetted into the beaker followed by 10 ml. 
of 10 N sulfuric acid. The beaker was then covered and digested for 4 hours on 
the steam bath. At the end of the digestion period the cover glass was rinsed 
off and 50 ml. of water added to the beaker. To the cooled solution 5 ml. of 
85 per cent phosphoric acid was added, and the excess dichromate was titrated 
with standard 0.05 N ferrous sulfate solution measured from a microburette 
using barium diphenylamine sulfonate as an indicator. 

Reagent blanks were carried through the digestion and subsequent operations. 
Calculations were based upon the following formula: 

Millimols tartrate in aHquot = 


X normality FeSOi 

EP7ECT OF CALCIUH PHOSPHAtnSS ON DETERMINATION OF EXCHANGEABLE 
• PHOSPHORUS 

In considering the determination of the exchangeable phosphonis it is 
important to know whether there will be interference by phosphorus in forms 
other than the exchangeable. To tost whether the presence of calcium phosphate 
will seriously affect the measurement of exchangeable phosphorus, a series of 
mixtures of calcium phosphates with purified quartz sand were prepared and 
subjected to a procedure for determining exchangeable phosphorus. Five 
grams of each of those mixtures, which contained 3 millimols of phosphorus per 
100 gm., was protreated with the sodium acetate solution and then extracted 
with the sodium arsenate solution by the same procedures as those applied to 
soils. The amounts of phosphorus dissolved by the two solutions were deter- 
mined, and the results are given in table 3. These data show that the mono- 
calcium and dicalcium phosphates were completely dissolved by the pre- 
treatment with sodium acetate, whereas the other forms were relatively insoluble. 
In no instance, however, did the sodium arsenate extract contain appreciable 
quantities of phosphorus. * 
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The foregoing results, however, do not preclude the possibility that the calcium 
phosphate soluble in the sodium acetate pretreatment m^ht be converted into 
exchangeable phosphorus during the pretreatment rather than bo extracted from 
the soil. Consequently, 3 millimols of phosphorus as monocalcium phosphate 
was miye d with 100-gm. samples of Davidson soil, and these samples were then 
pietreated with sodium acetate followed by an extraction with sodium arsenate. 
The percentages of the added phosphorus removed by the sodium acetate 
pretreatment and the sodium arsenate extraction were determined. The results 
are given in table 4. Apparently it is possible for a soil having a high anion- 
exchange capacity to convert soluble phosphorus into exchangeable phosphorus. 
Acid soils, however, would rarely contain any very large amounts of monocalcium 


TABLE 3 

Percentage of total phosphorus added to quartz sand removed hy sodium acetate followed by a 

sodium arsenate extraction 


ICATBBlAl AZIDED 

PXRCSNTAOX or TOTAL PSOSFHOaXTS aXlCOVXD 

Sodium acetate 

Sodium arsenate 

Curacao phosphat^r rock- , - 

11.1 

0.0 

Florida laud pebble 

2.3 

0.0 

MozLocaloituu phosphate 

100.5 

0.0 

X)icalciuni phosphate 

94.6 

0.6 

Tricalcium phosphate 

27.7 

0.0 

Hydroxylapatite 

12.4 

0,0 


TABLE 4 

Percentage of total phosphorus from monocalcium phosphate added to soils removed hy 
sodium-acetode followed hy sodium arsenate extraction 


SOIL 

ANXON-X3CCHAKGK 

rsacESTAOs or total rsosPHoavs xbmovxd 

GAPAiOnfY 

Sodium acetate 

Sodium arsenate 

Atwood 

mUHmels/iOO gm. 

3.7 

08.2 

0.0 

Davidson 

14 

68.4 

23.3 


phoi^hate, and if the pretreatment is made rapidly, it is not likoly that significant 
amotmts of exchangeable pho^horus will be formed. 

SUICMABT 

This paper embraces the essential features of metijAds for determining the 
anion-exchange capacity, the exchangeable phosphorus, and the anion reactiofiy' 
of soils. Procedures are given for extracting exchangeable anions and for pre- 
paring soils saturated with anions. Analytical methods are outlined for the 
determination of pho^hates in extracts containing 0.5 M concentrations of 
arsenate, fluoride, citrate, and tartrate ions. Also, methods are given for the 
detemunation of arsenates and tartrates in 0.5 M phosphate extracts. 
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The concepts of anion exchange in soils (6) afford the opportunity to consider 
a readily definable fraction of the soil phosphorus in relation to problems of 
soil fertility. There is little evidence to show that the common methods for 
evaluating the availability of soil phosphorus give more than a relative index of 
the phosphorus fertility status. The phosphorus extracted by these methods 
is frequently derived by partially dissolving several of the phosphorus fractions 
contained in soils. An appraisal of a definite fraction of the soil pho^horus 
could possibly lead to a bettor interpretation of the values obtained by 
the common methods of determining available phosphorus, show overall changes 
occurring from cropping and farm management practices, and allow interpreta- 
tion of the influence of soil composition and environmental factors on the avail- 
ability of this fraction to crops. 

Over a hundred soil samples have been examined in this laboratory relative 
to their anion-exchange capacity and exchangeable phosphorus content. Most 
of the soil samples examined were collected in conjunction with a previously 
reported study (9). They were acid, highly fertilized soils from potato farms 
in the Atlantic and Gulf Coast states. It is the purpose of this paper to examine 
these data fium the standpoint of their applicability to soil fertiUty problems. 

COBBBLATION OF ANION-BXCHANGB DATA AND TBTTOO FHOSPHORUS VADUBS 

The Truog method (13) for determining the readily available phosphorus has 
been foxmd to bo satisfactory for evaluating the phosphorus fertility of noany 
tsrpes of soils. Findings relative to possible correlations between the anion 
exchange and Truog available phosphorus data are not necessarily criteria for 
evaluating the anion-exchange data. On the other hand, if such correlations 
exist they might well serve as an aid when Truog phosphorus values are used to 
evaluate the fertility status and the changes in this status which may occur. 

The anion-exchange capacity, exchangeable phosphorus, and Truog phos- 
phorus [modified (10)] data were available on 103 soil samples collected from 
potato fields in Maine, New York, New Jersey, Maryland, Virginia, North 
Carolina, and Alabama. These soils all had pH values of less than 5.5 and had 
been used to grow at least five crops of potatoes. A summary of the statistical 
analysis of the data from these samples is given in tables 1 and 2. The results 
of this analysis indicate that there are significant correlations between the Truog 
phosphorus values and the exchangeable phosphorus, the anion-exchange capac- 

* Division of Soils, Fortilizors, and Irrigation, Bureau of Plant Induatrv, Soils, and Agri- 
cultural Enginoering, Agrioultural Research Administration, U. S. Department”of Agri- 
culture, Beltsville, Maryland. 
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ity, and the degree of saturation. The Truog phosphorus is directly related to 
the exchangeable phosphorus and the degree of saturation but inversely related 
to anion-exchange capacity. 

The partial regression coefficients of Truog phosphorus on exchangeable 
phosphorus and anion-exchange capacity are both significant to a much higher 
degree than are the simple r^ressions discussed above. For example, the Truog 
pho^horus is correlated with the anion-exchange capacity to a much h%her de- 
gree of significance when corrections are made for the differences in exchangeable 
phosphorus than when these adjustments are not made. Thus, the Truog phos- 

TABLE 1 


Analytit of data for lOS soils samples collected on potato farms in eastern 

United States 


DESCKIPXEOM 

ICBAN 

STANIkAXD 

DEVUTXON 

iCAXmmc 

MlMncUU 

Excliangeable phosphorus. . . 

. . .millimola/lOO gm. 

1.68 

0.564 

3.1 

0.53 

Anion-exchange capacity 

. . .millimoU/100 gm. 

5.45 

4.14 

17.2 

1.2 

Degree of saturation 


43.7 

27.02 

117.0 

6.0 

Modified Truog phosphorus. . 

..lbs.P/2,000,0001bs. 

245.5 

142.6 

804.0 

25.0 


TABLE 2 

Regression coefficients of modified Truog phosphorus values on exchangeable phosphorus, 
anion-exchange capacity, and degree of saturation 


ixosjtsstoK cosmonra or umami ixtroo 
?sosntgxv8 Viu,uE on: 


t vAztms or utotissioH comiaBNis; 


Exchangeable 

phosphorus 

Anion-exchange 

capacity 

Degree o! 
saturation 

123.17 

-13.73 

3.31 

PASmi REOKBSSXON COEVnaSMTS 

200.4 

-25.1 



Exchaiueable 

phosphorus 

Anion-exchange 

capacity 

Degree of 
saturation 

6.65 

4.36 

8.08 

12.7 

11.0 



phorus can be predicted with a considerable degree of confidence from the follow- 
ing regression equation: 


y = 200.4 X - 25.1 z -h 65.9 (J) 

where y = Truog phosphorus (pounds P per 2,000,000 pounds soU.), a: = ex- 
changeable pho^horus (nullimols P per 100 gm.), and z « anion exchange 
capacity (millimols P per 100 gm.). It should be borne in mind, however, that 
this equation was derived from data on soils having certain characteiistios. In 
particular, all the soils were very acid (< pH 5.5) and probably contained little 
or no soluble phosphorus with the exception of the exchangeable phosphorus. 
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^NION EXCHANGE IN RELATION TO PHOSPHORUS AVAILABILITY 

There is no reason to believe that the exchangeable phosphorus values for a 
group of unrelated soils would be directly related to their phosphorus fertility. 
In the first place, soils may or may not have, in addition to the exchangeable 
phosphorus, appreciable amounts of other forms of phosphorus available to 
plants. In order that the exchangeable phosphorus be available to plants, one 
of two conditions must prevail; namely, that plants utilize exchangeable phos- 
phorus by contact feeding, or that the exchangeable phosphorus supplies the soil 
solution with phosphate ions. Studies by Dean and Rubins (6) and Overstreet 
(8) tend to min i mi ze the importance of contact feeding as a means by which 
plants may utilize the phosphorus associated with the clay surfaces. 

When an acid soil containing only exchangeable phosphorus is suspended in 
water, the equilibrium which will be established between the phosphorus associ- 
ated with the solid phase and that in solution may be represented by the follow- 
ing equation; 

-HaP04 + -OH 
Surface Solution 

Equilibrium constants calculated from 

K == ^OH(»»latlon) X CHtP04 

OoHCiarfaoe) ^ OHiFOiUolution) 

have been found to approximate a constant (5). The CHa«<(sut&(») and 
[<^HiP04(Barbae) Hr C'oHCauibM)] may be taken to be the exchangeable phosphorus 
and t^ anion-exchange capacity of soils, respectively. In other words, the 
composition of the soil solution in respect to phosphate ions and to the rate at 
which this concentration is maintained is a function of the pH, exchangeable 
pho^horus, and anion-exchange capacity. The presumption, then, is that these 
are the factors which influence the availability of exchangeable phosphorus. 

. This also offers one explanation for the frequent observation that liming increases 
.the availability of phosphates in soils. 

Other things being equal, it would bo expected that the phosphorus fertility 
would be increased by increasing the degree of saturation in respect to phos- 
phorus. When a group of miscellaneous soils are considered, however, the 
degree of saturation could not be expected to give more than a general index of 
the phosphorus fertility status of each. 

It may be of interest to examine on theoretical grounds the phosphorus fertility 
status of two acid soils which have only exchangeable phosphorus, the same pH 
and Truog phosphorus values, but have different anion-exchange capacities. 
If it is assumed that these hypothetical soils have Truog pho^hotus values of 
100 pounds per acre and anion-exchange capacities of 3 and 10 millimols per 100 
gm., then by calculation from equation (1) the exdiangeable phosphorus contents 
of these soils will be 0.56 and 1.47 millimols per 100 gm. Thus, one s(^ has a 
much greater potential supply of available phosphorus than the other. Will 
these two soils supply phosphorus to plants at the same rate? The potential 


-OH -1- -HJ‘04 
Surface Solution 
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rate of supply to plants may depend upon the concentration of the soil solution, 
and the amount of soil solution per unit volume of soil. 

Since the soils under consideration have the same pH, equation (2) may bo 
rewritten as follows: 


r\ _ CH 2 P 02 (B«rf<wje) 

^H2P04CBolutioa) — ^ “VS 

'-'OHC^urfftoo) 


( 3 ) 


where r — It would then follow that the relative concentration 

K. 

of the soil solution for the soil having an anion-exchange capacity of 3 millimols 

0 55 

per 100 gm. would be r X .r-V« or 0.22 r. Likewise the soil with the anion- 

o— 0.55 

exchange capacity of 10 would have a relative soil solution concentration of 0.17 r, 
provided the values of K for the two soils are equal. 

It has been shown (6), when considering soils of the same series, that the 
anion-exchange capacity increases with increasing clay content. A review of 
the data available on anion-exchange capacity showed that soils having anion- 
exchange capacities of about 3 are sands or sandy loams, whereas soils with anion- 
exchange capacities of about 10 are rilt or clay loams. Thus it is probable that 
a plant growing in the soil having an anion-exchange capacity of 10 would have 
in the order of 50 to 100 per cent more soil solution at oniy a sli^tly lower 
phosphorus concentration to feed from than a plant growing in the soil having 
the anion-exchange capacity of 3. A Tmit volume of soil will have a greater 
number of phosphate ions in solution at a given time in the case of the soil having 
the higher anion-exchange capacity. 


ACCUMULATION OF PHOSPHOSU8 IN SOILS 

For the purpose of discussion, the phosphorus of soUs wiU be classified as 
follows: 

1. Exchangeable phosphorus. 

2. Salts of divalent bases, that is, tho calcium phosphates. 

3. Organic phosphorus compounds. 

4. Inert inorganic phosphorus compounds. 

This is essentially the same classification as that previously given by Dean (4) 
except the fraction termed “inorganic alkali-soluble’’ has in the light of more 
recent work been renamed “exchangeable phosphorus.’’ The method used for 
determining the inoi^anic alkali-soluble phosphorus was, in actuality, measuring 
the exchangeable phosphorus. 

The two inorganic soil phosphorus fractions which are altered to the greatest 
degree by cropping, fertilization, and changes in soil properties (pH and exchange- 
able bases) are the exchaigeable and the divalent-base fractions. These two 
fractions differ in their chemical properties. The phosphorus compounds which 
are saltg of the divalent bases are readily soluble in dilute solutions of the strong 
mineral acids but are quite insoluble m alkalies, especially in the presence of 
excesses of divalent bases. The exchangeable phosphorus, on the other hand, 
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readily enters solution in the presence of hydroxyl ions. Since it is the tendency 
of weathering processes to convert matter into stable forms, it would be e 3 q)ected 
that acid soils would contain more exchangeable phosphorus than phosphonis 
in the form of salts of divalent bases, and in neutral or alkaline soils reverse condi- 
tions should prevail. Studios by Dean (3, 4) have shown the distribution of 
phosphonis applied to soils under laboratory conditions and as fertilisers in 


TABLE 3 

Anion-exchange, modified Truog, and total phosphorus data on twelve representative soils 


son* NO. 

i>C8c&ii>noi7 or soils 

Exchange- 
able i>hos> 
pborus 

Anion- 

exchange 

capacity 

Degree 
of satu- 
ration 

Modified 

Truog 

values 

Total 

phos- 

phorus 

pH 

46348 

Keyport sandy loam, Va.; 40 po- 

ptmoh./lOO 

gm. 

1.8 

ttmolt./lOO 

1.8 

per cent 

100.0 

mmols./lOO 

gm. 

0.81 

mmols.ilOO 

gm* 

3.3 

6.1 

46360 

tato crops were grown in 60 years 
Keyport sandy loam, Va.; virgin 

0.24 

1.6 

16.0 

0.06 

0.6 

4.6 

E1171 

area adjacent to sample 46348 
Sassafras loamy sand, N. J . ; culti- 

1.4 

1.3 

110.0 

0.60 

2.2 

5.1 

E1763 

vated trucking area for over 60 
years 

Colliiigton loam, N. J . ; continuous 

2.0 

6.1 

33.0 

0.69 

6.6 

5.7 

E1668 

potatoes for 26 years 

Sable silty clay, 111.; from per- 

0.41 

5.8 

7.1 

0.06 

2.1 

6.3 

C4746 

manont sod on Minonk Experi- 
ment Field 

Brookston clay, Ohio; response to 

0,64 

4.7 

11.0 

0.33 

3.1 

6.4 

C4746 

phosphorus fertilizer doubtful 
Wooster silt loam, Ohio; response 

0.23 

3.7 

6.2 

0.01 

1.1 

6.9 

C4740 

to phosphorus fertilizer high 
Cecil sandy clay loam, Ga.; re- 

0.88 

4.1 

21.0 

0.17 

2.2 

4.9 

E915 

sponse to phosphorus fertilizer 
doubtful 

Caribou loam, Me, ; permanent fer- 
tility plots, 3-year rotation 4-0-8 
plot 

Caribou loam, Mo. ; permanent fer- 

0.83 

9.6 

8.6 

i 

0.04 i 

2.6 

6.2 

E969 

1.2 

9.6 

13,0 

0.11 

3.1 

6.3 

E787 

tility plots, 3-ycar rotation 4-8-8 
plots 

Davidson clay loam, Va.; unculti- 

0.53 

10.0 

6.3 

0.03 

2.6 

6.0 

E1824 

vated area, Orange Co. sub- 
station 

Hawaiian clay soil 

1,7 

30.0 

6.7 

<0.01 

10.0 

6.6 


permanent field experiments. In acid soils most of the applied phosphorus 
occurs as exchangeable phosphonis, whereas in slightly alkaline soils containing 
a small amount of calcium carbonate the phosphorus occurs mostly as salts of 
the divalent bases. Apparently the transition zone is in the neighborhood of 
pH 6. Presumably then, the exchangeable phosphorus fraction is Of most 
importance in those soils of pH less than 6. 

The accumulation of phosphorus as exchangeable phosphorus in acid potato 
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soils has been previously reported (9), and therefore further discussions of this 
will be limited. Anion-exchange data and total and Tniog phosphorus values, 
for a series of selected soil samples are given in table 3 to illustrate the scope 
involved. The anion-exchange data were obtained by saturating soils with 
arsenate and displacing the adsorbed arsenate with phosphate. The phosphate 
contained in the arsenate extracting solutions was considered to be the exchange- 
able phosphorus. [For a detailed description of methods, see previous paper 
( 12 ).] 

The exchangeable phosphorus in acid soUs varies from the low amounts found 
in some virgin soils to the very high amounts found in some of the heavily 
fertilized soUs. It is not unusual to find exchangeable phosphorus in excess of 
2000 pounds per acre in the highly fertilized soils of the eastern seaboard. In 
some instances as much as 60 per cent of their phosphorus is in the exchangeable 


TABLE 4 

Concentrations of phosphorus in percolates passing through B-cm. columns of soils 
Concentrations in p.p.m. P 


OKIGXHAL SOLUTION 

1st tcscolate 

2im PBKCOLATB 

1 aSD TB&COLAXX 

4ih psrcolatb 

Bertie Soil {100 per cent saturated) 

0 

3.9 

6.0 

6.4 

4.6 

2.5 

4.2 

6.6 

7.2 

6.6 

5 

4.0 

6.0 

8.1 

8.4 

10 

4.2 

7.2 

10.1 

11.1 

Sassafras Soil {BO per cent saturated) 

0 

■msHf 

2.2 

2.5 

2.8 

2.5 


2.2 

2.9 

3.1 

5 


2.2 

3.0 

3.3 

10 


2.2 

8.2 

4.1 


form. In most instances the Truog phosphorus values wore relatively low as 
compared with exchangeable and total phosphorus. However, some neutral 
or sli^tly calcareous soils having low amounts of exchangeable phosphorus 
will frequently give relatively high Truog values (4). 

The degree of saturation or the percentage of the anion-exchange capacity 
which is saturated with phosphorus has been found to vary from about 6 to 
over 100. The reason for fbading soils with degrees of saturation in excess 
of 100 per cent is that the arsenate method was used in determining the anion- 
exchange capacity, and many soils are capable of adsorbing considerably more 
pho^hate than arsenate (6). 

I.BAOHINO O; PHOSPHOBUS 

Comparisons of the distribution of total and exchangeable phosphorus in 
BoU profiles from heavily fertilized fields and adjacent virgin areas have shown 
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an increase in the phosphorus contents of both surface and subsoils (7, 9). This 
downward movement of phosphorus could be caused either by leaching or by a 
mechanical process. In this regard it became of interest to consider the leaching 
of phosphorus in soils which have become saturated to a high degree with phos- 
phorus. 

The exchangeable phosphorus of soils tends to establish an equilibrium with 
the soil solution. In other words, if a soil is bathed in a solution containing a 
lower concentration of phosphate ions than its equilibrium concentration, the 
soil will impart phosphate ions to the solution, whereas if the bathing solution 
is at a hi^er concentration, the reverse takes place. With most soils the equilib- 
rium concentration is very low, less than 0.1 p.p.m. P, and there is little tendency 
for phosphorus to leach. Some of the intensively fertilized sandy soils of the 
eastern seaboard having low anion capacities have become saturated with 
phosphorus to such a degree, however, that the equilibrium concentration is 
now greater than 1 p.p.m., and leaching of phosphorus in these soils is not 
improbable. 

A laboratory leaching experiment using columns of two highly saturated soils 
was undertaken to demonstrate the leaching of phosphorus. Fifty-gram soil 
samples were packed into leaching tubes making columns of soil 2.5 cm. in 
diameter and about 8 cm. in height. These columns of ibil were slowly leached 
with successive 100-ml. portions of KH 2 PO 4 solutions containing 2.5, 5, and 10 
p.p.m. of P. The concentration of phosphorus in each of the leachates was then 
determined. The results are given in table 4. These data indicate a tendency 
for the leachates of a given soil to attain a definite concentration irreqiective 
of the original concentration of the leachate. It is also evident from these data 
that the equilibrium concentrations of these highly saturated soils are sufficient 
to allow a considerable downward movement of phosphorus into the lower 
horizons. 


DISCUSSION 

Several investigators have suggested methods of fractionating the soil phos- 
phorus (1, 2, 4} for the purpose of giving a more refined review of the fertility 
status than offered by the conventional methods. Several drawbacks have been 
encountered. Clear-cut and complete differentiation of known chemical 
entities has not alwasrs been attained, thus maku^ interpretation of the data 
uncertam. The exchangeable phosphorus is a fraction which may be separated 
with little interference from the other fractions, and its chemical properties in 
relation to soil properties in general may be readily investigated. In only a 
relatively small group of soils, however, may the exchangeable pho^horus be 
considered the only important potential pho^horus supply. Nor are tiie 
equiUbriuins which exist between the exchangeable phosphorus and other forms 
completely understood. 

The magnitude of the amounts of phosphorus which comprise fractions such 
as the exchangeable phosphorus are great compared with the requirements of 
normal crops or the amounts obtained by the usual methods [such as listed by 



406 


L. A. DEAN AND E. J. RUBINS 


Rubins and Dean (11)] of determining available phosphorus. This has tended 
to cause confusion. Perhaps the available phosphorus values for acid soils 
containing a predominance of exchangeable phosphorus more nearly approximate 
an intensity rather than a quantity factor. For example, in the case of an 
acid soil containing only exchangeable phosphonis, a rough analogy might be 
drawn between the exchangeable phosphonis and the exchangeable hydrogen 
as quantity factors and the Truog phosphorus and the pH as intensity factors. 
Should not both a quantity and an intensity factor be considered in the evalua- 
tion of the phosphorus fertility status of soils? 

To reiterate, this paper has been concerned with the applicability of the con- 
cepts of anion exchange in the evaluation of the phosphorus fertility status of 
soils. In acid soils, phosphorus tends to accumulate as an exchangeable anion. 
The amounts of exchangeable phosphorus which acid soils contain are not, 
however, necessarily a reliable index of the fertility status of these soils, since 
the anion-exchange capacity, the pH, and the amounts of other forms of phos- 
phorus are also contributing factors. Partial regression coefficients of TVuog 
phosphorus values of -very acid soils on exchangeable phosphorus and anion- 
exchange capacity were both highly significant. The anion-cxchango data arc 
probably better applied as complementary data than as a substitute for the 
conventional methods of determining available phosphorus. 
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FIXATION OF POTASSIUM IN RELATION TO EXCHANGE CAPACITY 
OF SOILS: V. MECHANISM OF FIXATION* 

A. K. LJEVINE AND J. S. JOPFE 
New Jeraei/ Agricultural Experiment Station 
Beomved for iniblication July 6, 194i> 

In the foregoing papers of this series (21, 25) K fixation was discussed first 
from the point of view of its release to soluble forms and then with regard to its 
relationship to the exchange complex. Comparisons between NH 4 and K 
fixation led to the conclusion that the fixing mechanism is the same for both ions. 

The work described intimated also that the fixing mechanism was very similar, 
or the same, for different materials. This subject is discussed in the present 
paper. 


nippmRENnAL fixation of k by vaeious minbeals 

Many theories have been advanced in an attempt to elucidate the mechanism 
of the fixation process. Volk (32) suggested that K reacts with “so-called” 
siUcates to form difliculty soluble muscovite. According to Gorbimov ( 11 ), 
K is fixed in soil gels by an occluaon process which depends primarily on the 
elcctrokinctic condition of the soil. Chaminade and Drouineau (4) advanced 
the view that fixation is caused by the migration of K from the surface of a 
colloid into the interior of the crystal, which is coated by the colloid. The 
thesis that K is fixed between the layers of the expanding and contracting c- 
axis of layer lattice minerals was discussed by Truog and Jones (31), Page (30), 
and Kolodny.* Kolodny showed that when montmorillonite layers are col- 
lapsed by beating to temperatures of about 650'’O., the ability of montmorillonite 
to fix K diminished to the vanishing point. In general, he found that with the 
decreasing ability of montmorillonite to swell reversibly, there was a decrease in 
the ability of the mineral to fix H. 

The capacity to fix K varies with the minerals. Kaolinite, albite, and ortho- 
dase fix very little, if any. This condition is reflected in soils, for a soil like the 
Cecil series which contains large quantities of kaolinite ( 1 , 28) fixes only very 
small amounts of K*. Those minerals which do fix K are very similar in at least 
one respect, they all have layer lattice structures. Montmorillonite, which is 
known for its abfiity to fix K, is a leading example of this type of nuneral. Cha- 
minade (3) and Levine* have diown that glauconite, also a layer-structure min- 

* Paper of the Journal Series, New Jersey Agricultural Experiment Station, Eutgers 
University, department of soils. 

* Temporarily withdrawn; resubmitted December 16, 1946. 

' Kolodny, L. Mechanism of potassium fixation in soils and the avmlability of fixed 
potassium to plants. 1938. [Unpublished doctor’s thesis. Copy on file, Eutgers Uni- 
versity Library, Now Brunswick, N. J.] 

* Levine, A. K. Eelation of potassium fixation to the exchange capacity of soils. 1939. 
[Unpublished master’s thesis. Copy on file, Eutgers University Library, New Bwmswick, 
N.J.] 
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eral (16), fixes large quantities of K. Moscovite is another mineral of this 
general class, and Volk (32) has shown that when this mineral does not have its 
full complement of K it will fiix that element. In papers I and IT (21) of this 
series it was shown that when K is removed from sericite that layer mineral will 
fix K. Pyrophyllite is also a layer mineral (13) ; as will bo shown below, this 
mineral can bo made to fix K. These remarks are also true for a large group of 
clay minerals, the hydrous micas. 

Many of these layer minerals and mixed layer minerals are found in the soil. 
Many investi^tors (6, 7, 17, 22, 24, 28) have reported montmorillonite to be a 
constituent of soil colloids, particularly those formed under conditions of high 
pH. Glauconite is fotmd in soils formed on greensand. Micas and hydrous 
micas have been observed in soil colloids for some time and have been thoroughly 
investigated by Grim, Bray, and Bradley (12) and by Hofmann and his co-work- 
ers (20) . lUite is also a hydrous mica. The occurrence of layer and mixed layer 
minerals in soil colloids leads to the belief that it is these minerals that fix the 
K in soils. 


EXPEBIMENTS WITH PYBOPHVLUTE 

The basic or fundamental unit of which bentonite or montmorillonite is built 
is the pyrophyllite unit (14). According to Volk (34), pyrophyllite itself fixes 
no K. Since bentonite fixes very large quantities of K, and since pyrophyllite is 
a member of the same class of minerals, it was decided to investigate the reason 
no fixation was found with pyrophyllite. 

The pyrophyllite used in these experiments' contuned less than 0.02 per cent 
total K. 

Duplicate 5-gm. samples of 325-mesh pyrophyllite were treated with 15.00 
ml. of KCl (1 ml. = 6.03 mgm. K). The systems were alternately wetted and 
dried several times at 105°C., to induce K fixation, but no measurable fixation 
took place. A determination of the exchange capacity at pH 7 showed that the 
pyrophyllite contained only 0.011 m.e. of exchange portions per gram. Since K 
cannot be fixed unless it is first present in exchangeable form, the extremely low 
exchange capacity of the pyrophyllite might well be the reason that no fixation 
was observed. 

A further attack was suggested by the work of Kelley, Dorc, and Brown (22) 
and Kelley and Jenny (23) . These investigators noted that the exchange capac- 
ity of many minerals can be markedly increased by vigorous grinding, as in a 
ball mill. In general, the longer the period of grinding, the greater the increase in 
the exchange capacity. Since the exchange capacity can be raised in this way, 
the influence of grinding pyrophyllite on its ability to fix K was investigated. 

Psnrophyllite of 325-mesh fineness was ground in a ball mill for 120 hours. 
By this treatment the exchange capacity at pH 7 was increased to 0.166 m.e. per 
gram, or about fifteen times its original value. Duplicate 5-gm. samples of the 

* FumTshed by Carolina Pyrophyllite Company from their Staley, North Carolina, 
plant. 
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ground pyrophyllite were treated identically as above. In this instance, how- 
ever, fixation was about 2.6 mgm. per gram. 

Besides justifying the prediction that pyrophyllite, as a mineral of the layer- 
lattice type, will fix K, the result of the experiment also underlines the essential 
nature of the exchange complex with regard to fixation. "When no K was able 
to enter the exchange complex, none was fixed; fixation had to await some method 
for getting K into the exchange complex. This, of course, also explains why 
Volk was unable to fix K in pyrophyllite. 

For another experiment, the pyrophyllite which had already been groimd 120 
hours was ground 48 hours more. The exchange capacity was determined to be 
0.379 m.e. per gram. Five grams of this was treated with a solution of KCl and 
the fixing procedure applied immediately after. The work was done in dupli- 
cate. No fixation could be detected. 

Why the ground pyrophyllite should fix K in one case and not in another even 
when the exchange capacity was further increased was not immediately apparent. 
Work by Kunin' clarified the situation. Working with the very same sample of 
pyrophyllite (ground 168 hours), Kunin found that equilibrium between the 
pyrophyllite and exchan^ng ions was not established except after contact over 
an extended period of time. Though an appreciable quantity of cation (Ba in 
this case) entered into exchange almost immediately, much larger amounts were 
observed to enter after the system stood for a few days. Evidently the initial 
exchange was on the external surface (26), whereas the exchange that took place 
more slowly was between the layers.’ Cemescu (2) has shown that zeolites and 
permutites require a long time to come to exchange equilibrium with a solution 
of cations. Because of the very fine “pores” in the structure of those materials, 
the cations have difficulty in reaching exchange positions. The very narrow 
spacing between the pyrophyllite layers in the lattice probably offers a similar 
difficulty. With bentonite, where the interlayer distances are very much larger, 
equilibrium was observed to occur virtually instantaneously. Evidently, in the 
first case where fixation was noted, the KCl was allowed to remain in contact 
with the pyrophyllite for a considerable time; thus K ions were permitted to 
enter between the layers where they were in porition for fixation. Where no 
fixation was realized, the K was not given sufficient time to enter between the 
layers, since immeefiately on application of the K solution the system was put in 
the oven to dry. 

To check the postulate just advanced, a further experiment was undertaken. 
A sample of pyrophyllite was kept in contact with K solution for a long time 

* Kunin, E. Unpublished data. 

’ An anonymous reviewer of this paper notes the following: “The changes caused by dry 
grinding are more deep-seated even than Kelley and Jenny believed. The whole lattice is 
destroyed if the grinding is sufficiently prolonged and it is no longer possible to regard the 
mineral as pyrophyllite or as montmorillonite. This is shown in three ways. First, by an 
assumption of an amorphous x-ray pattern in place of the crystalline; second, by changes in 
the optical properties; third, by changes in the chemical properties. Bee Jour. Ph^a. Chem. 
41: 035-942 (10371” (paper by G. F. Marshall, onUtled “Colloidal properties of the clays as 
related to thdh crystal structure”]. 
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before the system was dried. At the conclusion of the experiment, it was found 
that K had been fixed. Besides verifyii^ the above h 3 T)othcsis, this result has 
important implications regarding the mechanism of fixation. 

EXPERIMENTS WITH BENTONITE 

Another series of experiments designed to focus attention on the mechanism of 
the fixing process were performed with bentonite. Hydrogen bentonite of ex- 
change capacity 0.79 m.e. per gram was ground in a ball mill for 60 houre. The 
exchange capacity increased to 1.25 m.e. per gram. 

A 2.000-gm. sample of the ground bentonite and a 3.125-gm. sample of the 
unground mineral were treated with 20.00 ml. of 0.1246 N KCl. The 2.000 
gm. of ground bentonite had an exchange capacity equal to that of the 3.126 
gm. of unground material, and both samples were symmetrical with the quantity 
of K added. Also 3.125 gm. of ground bentonite was treated with 20.00 mi. 
of 0.1246 N KCl. The systems were treated to cause fixation (at 106°C.), and 
the quantity of K fixed was determined. The work was done in duplicate. 
Table 18 gives the data. 

The samples having equivalence of exchange capacity were found to fix almost 
equal amounts of K. Offhand, from the theory developed above, this is to be 
looked for. Data in subsequent tables, however, indicate that the closeness of 
the experimental results may merely bo coincidental. 

A further noteworthy feature of table 18 is the small amount of fixation by the 
3.125-gm. ground sample. This sample had a much larger exchange capacity 
than either of the others, and certainly more K entered its exchange complex 
(see tables 19 and 20) . In the previous experiments, the greater the quantity of 
K in the exchange complex, the larger the fixation. Why the difference in this 
case? For one thing, in the previous experiments the exchange complex was 
not altered: only the amount of K which was allowed to enter the complex was 
varied. In the investigation described above, the exchange complex itself was 
changed, and in the process of changing, many different attributes were imparted 
to the exchange complex. Thus, the type of exchange which was added to the 
original exchange may be different. For instance, a certain portion ofthe 
original exchange was between the layers of the crystal lattice (8, 9, 10, 19, 23, 26, 
29). When the mineral is ground, the amount of exchange between the layora is 
negligibly altered in comparison with exchange on other parts of the crystal; 
that is, the exchange capacity is increased by breaking across the layers of min- 
erals, thus leaving broken bonds on the edges of the Si-0 planes (20) or exposing 
0-H groups (23). If, as is postulated, K is fixed between the layers, then in- 
creasing the exchange capacity with types of exchange that do not fix K merely 
diverts K from bdi^ fixed. 

If more K were able to enter the complex in an experiment dmilar to the 
foregoing, some of the results from table 18 should be chained. Since the ions in 
i^e exchange complex at the outset are primarily hydrogen, the end sou^t 
could bd attained by uang a salt such as potasaum acetate. Under such con- 
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ditions more K ^vill enter, since the acetate removes the H ions to form the slightly 
dissociated acetic acid. 

For the next phase of this work, larger samples were chosen so that larger 
amounts of K would be fixed: 3.112 gm. of ground hydrogen bentonite, 4.924 
gm. of unground bentonite, and 4.924 gm. of ground bentonite were treated 


TABLE 18 

EJfect of grinding 11-hentonite on fixation of K added as KCl 


DESCKimON 

K FDCED* 

3.125 gm.; unground 

2,000 gm.; ground 

3.125 gm.; ground 

IHgfH. 

8.7 

7.6 

3.4 

m.e. 

0.22 

0.19 

0.09 

" 2.49 m.e. K added originally 

TABLE 19 

Effect of grinding H-benionite on fixation of K added as aqveous AcOK 

DESOtlPTION 

K KBCOVESED* 

TOTAL 

EXCHANGE 

CAPACITY 

1 AUOXTNT OF K 

1 WHICH ENTERED 
EXCHANGE 
COHPLEX* 

1 

K FIXED 

HsO-soluble 

HCl-solttble 

4.924 gm.; unground 
3,112 gm,; ground 
4.924 gm.; ground 

m,e, 

1.35 

1.10 

0.60 

f».«. 

2.10 

2.65 

2.75 

m,e. 

3.89 

3.89 

6.13 

m.e. 

2.54 

2.79 

1 3.29 

m,e, 

0.44 

0.14 

0.54 

* 8.89 m.e. K added originally. 

TABLE 20 

Effect of grinding H-bentonite on fixation of K added as alcoholic AcOK 

DMCktVttOVt 

i 

K RECOVS&KD* 

TOTAL 

EXCHANGE 

CAPACITY 

AHODNT OF X 
WHICH ENTERED 
EXCHANGE 
COMPLEX* 

X FIXED 

Alcohol-soluble 

HCI-soIuble 

4.924 gm.; ungroupid 
3.112 gm.; ground 
4.924 gm.; ground 

m.«. 

0.68 

0.45 

0.15 

2.37 

2.81 . 
2.58 

m,9, 

3.89 

3.89 

6.13 

M.0. 

3.21 

3.43 

3.74 

m.9. 

0.84 

0.63 

1.16 


* 3.89 m.e. K added originally. 


respectively with 3.89 m.e. of potassium acetate. This quantity of K W4s 
symmetrical with the first two samples. The systems were fixed at 106°C. and 
then extracted first with water then with 0.05 N HCl, Table 19 lists the results. 

The effect of the acetate radical is readily discernible. Large quantities of K 
are seen to have entered the exchange complex, resulting in a relative degree of K 
saturation sufficiently groat to allow large fixation. Although large quantities 
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of K entered the exchange complex of the 3.112-gm. ground sample, fixation in 
this instance was less than with the 4.924-gm. unground sample whore less K 
entered the exchange complex. This is readily explained on the basis of the 
new type of exchange created during grinding; a type of oxcluingc which docs not 
permit K to revert to the nonexchangcablc state. In other words, for an ex- 
change position to be effective in bringing about K fixation it must bo situated 
between the layers perpendicular to the (001) plane. Though the exchange 
capacities of the 3.112-gm. ground sample and the 4.924-gm. unpound sample 
are equal, the latter has more interlayer exchange and so is capable of greater 
K fixation. 

It may be argued, however, that the quantity of interlayer surface is virtually 
the same in the pound and the unpound sample of the same weight, since 
the magnitude of the interlayer surface is a function of Ihc weight of the mineral. 
If this is so, why is there peater fixation in the case of the pound sys- 
tem? Though K is fixed only when exchanged on interlayer positions, not all the 
interlayer potential exchange positions are accessible for exchange. When the 
mineral is pound there is much breaking parallel to the c-axis. This breaking 
exposes “new” (previously unexposed) interlayer surface (and interlayer ex- 
change positions) to exchanging cations. With the increase in the portion of 
layer surface available for exchange, an increase in potassium fixation is to be 
expected. And that is actually what happens. 

EXPERIMENTS WITH ALCOHOLIC SOLUTIONS 

The experiments reported in table 19 were repeated, with alcoholic potassium 
acetate, alcohol as the initial extracting agent of alcoholic potassium acetate for 
the aqueous solution medium after fixation, and the substitution of 0.05 N 
alcoholic solution of HCl for the aqueous solution. Results appear in table 20. 

The data of table 20 compare very well with those of tabic 19. Of course, 
there is an increase in the quantity of K fixed, but this was expected. The in- 
crease in fixation over the previous experiment results in part from the peater 
ability of K to penetrate interlayer spaces when in alcoholic solution than in 
water. Some work by Wiogner (34) indicates that this is so. It is very in- 
teresting, too, to note that the 4.924-gm. ground sample took virtually all the 
K — about 96 per cent — ^into the exchange complex. This is, of course, also due 
to the peater case with which K enters the exchange complex when in alcoholic 
medium. 

The explanation of the data in table 20 follows the same lines employed in 
table 19. The larger fixations merely serve to emphasize the foregoing remarks. 

GENERAL DISCUSSION ON LATER MINERALS 

That the alkali content of many micaceous and other layer minerals is often 
conaderably below that which they should contain theoretically has been pointed 
out by Gruner (16) . The same thing has been pointed out for hydrous micas by 
Hendricks and Alexander (18). According to Gruner, not all the K positions m 
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the interlayer lattice structure are occupied. The number of “holes” depends, 
probably, on the number of Al and perhaps Fe'^‘++ replacing Si. Theoretically 
for every Al or Fe+++ in the (SiAl)Ao tetrahedral layer there should be a K 
ion in the structure. Compared with the work of Denison, Fry, and Gile (7), 
who found that weathering of micaceous minerals in the soil was accompanied by 
a decrease in the K contmt and an increase in the Al content, the hypothesis of 
Gruner becomes very applicable to the fixation phenomenon with K. Evidently 
what takes place is that when the K is introduced into the system, some of it is 
exchanged on positions where “holes” exist. On wetting and drying of the 
mineral, the K is retained and becomes part of its structure. It is quite possible 
that an appreciable number of these “holes” are created during previous weather- 
ing processes, as noted above. In other cases “holes” may exist because of a 
deficiency of K available when the mineral was oriipnaUy formed. 

Gruner (16) treated vermiculite first with hydrogen peroxide to exfoliate it, 
and then with NH^OH. After removal of the excess NHiOH with water, the 
system was dried at 50°C. When the sample was x-rayed, Gruner noted that 
some of the vermiculite had been converted to ammonium mica. The similarity 
of this process to NH4 fixation as described (21) is clear at once, and only serves 
to re-emphasize that when fixation occurs, the fixed ion (K or NH4) becomes part 
of the crystal structure of the mineral. 

After he had caused the ammomum mica to be formed, Gruner noticed a very 
decided shrinking in the (001) plane, as compared to that spacing before the ex- 
periment. In this connection, Nagelschmidt’s observations (28) on bentonite 
are interesting. He reported that when bentonite is saturated with Ca or Mg the 
basal spacing (001) is 15 A., but if K is the exchangeable ion, the (001) spacing is 
only 12 A. This is interpreted as impljdng that fixation results in a decrease in 
the (001) spacing. 

A visual observation by Mattson (27) fits in with the conclurions drawn from 
the x-ray work of Gruner and Nagdsohmidt as reported above. Mattson found 
that Sharkey and Norfolk colloids, when saturated with Na or li and then dried, 
readily imbibed water subsequently added to them, and formed volumiuous gels. 
When the colloids were saturated with K, however, and then dried, there was no 
tendency to swell on wetting. On the other hand if the K-satuxated coUoids were 
not dried they swelled conriderably. Thou^ Mattson did not explain the re- 
sults, they arc clearly explicable on the basis of K fixation. In the Na- and la- 
saturated colloids there was no fixation, and hence drying did not markedly af- 
fect their swelling properties. The K-saturated coUmd when not dried exhibited 
no fixation either; hence, there was no effect on its swelling properties. When 
the K-saturated colloid was dried, however, fixation and a consequent s h rink i ng 
along the c-axis occurred, seriously inhibiting swelling. 

A decrease in the basal spacing dxould be refl,eoted in the specific gravity of the 
mineral. That is, because of the more compact structure, an increase in specific 
gravity should result. Borne work with Kunin has diown this to be the case. 
The specific gravity of K-fixed bentonite was compared with that of nbnfixed 
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bentonite. Both samples had been treated alike in all details, save that one was 
fixed with K, and the other was not. The nonfixed bentonite was found to float 
on the surface of a liquid of specific gravity 2.30, whereas the sample in which K 
had been fixed sank to the bottom . Closer work on the K-f Ixed bentonite showed 
that its specific gravity was between 2.35 and 2.10, which seems to testify that 
fixed K becomes part of the crystal structure of the mineral. 

N. J. Volk (33) concluded that K was fixed as muscovite, and G. W. Volk 
(32) ran an experiment designed to look into this conclusion. Several different 
samples of muscovite containing from 9.3 to 10.8 per cent K, the theoretical being 
11.8 per cent, were treated with aqueous KCl and the fixing procedure was ap- 
plied at 70°C. Volk (32) found that the muscovites more deficient in potash 
fixed more K than the muscovites which had more nearly their theoretical com- 
plement of K. Although this does not justify the conclusion that K is fixed as 
muscovite for instances other than this particular one, the results fit in with 
the theory developed above. 

Chaminade and Drouineau (4) found that prolonged grinding released almost 
all the K fixed by glauconite. Chaminade (5) observed that the same thing was 
true of NBU fixed in a muck soil. A.ccording to Kelley and Jenny (23), grinding of 
micaceous minerals results in an exposure of the K ions originally hold between 
the mica sheets. From the standpoint of the findings of Kelley and Jenny, the 
results of the French workers indicate that K is fixed between the layers of layer- 
lattice minerals. 


SUMMARY AND CONCLUSIONS 

The experimental evidence and discussions presented in the five papers of this 
series may be summarized as follows: 

Fixed K is tightly held, resisting oven the action of hot HCi of less than 0.1 iV' concen- 
tration. With acids of higher concentration, however, much (somotimos almost all) of the 
fixed K is liboratod. 

There is apparently no correlation between release of fixed K and solubilization of 
sesquioxides. 

If fixed K is released without destroying the mineral which fixes it, it is possible to rofix 
K in place of that released. 

Although prolonged treatment of sericito with carbonic acid failed to free any K, con- 
tinued eiectrodialysis did free some. 

Common cations other than K and NH4 are not fixed. 

The increase in fixation which generally follows liming is duo not to the Oa but to the 
increase in the alkalinity of the soil system and the consequent effect on the relative base 
saturation of the exchange complex. 

NH4 is fixed in the same manner as K, and by the same mechanism. 

In podzolic soils, fixation of NH4 and K takes place simultaneously. 

The anion with which K is associated has, in general, no effect on fixation, except when 
carried out against a system containing appreciable exchangeable hydrogen. In the latter 
case there is an increase in fixation if a K salt of a weak acid is used; this increase is due to 
the tendeeny of the anion of the weak acid to combine with the hydrogen of the exchange 
complex:. 

When some of the exchange positions are blocked, fixation is reduced. 



FIXATION OF potassium: V 


415 


When K is forced to compete with other cations for exchange positions, fixation is re- 
duced, the extent of reduction depending on the magnitude of the competition. 

There is a linear relationship between the K which enters the exchange complex and that 
fixed. 

No matter how great the application of K, the portion fixed is always less than the 
exchange capacity. 

The fixing mechanism is the same for different materials. 

Evidence is presented in support of the contention that K is fixed between the layers of 
layer-lattice minerals. 


REFERENCES 

(1) Alexander, L. T., Hendricks, S. B., and Nelson, R. A. 1939 Minerals present in 

soil colloids: II. Estimation in some representative soils. Soil Sci, 48: 273-279. 

(2) Cernbscu, N. C. 1931 Kationenumtausch imd Struktur. (Abstract in An. Inst. 

Oeol. al Romaniei 16: 777-859.) 

(3) Chaminade, R . 1036 Sur le passage k r4tat non exchangeable du potassium dans les 

sols. Convpi. Acad. Sci. [Pam] 203: 682-684. 

(4) Chaminadb, R., and Droxjinbau, G. 1936 Recherches sur la lecanique chimique des 

cations exchangeables. Ann. Agron. 5: 677-690. 

(5) Chaminade, R . 1940 Fixation de Tion ammonium par les colloides argileux des sols 

sous forme non exchangeable. Compt. Rend. Acad. Sci [Pam] 210: 264-266. 

(6) CoRRENS, C. W., AND ScHLDNZ, F. K. 1936 Mineralogische Untersuchung dreier 

Mecklenburgischor Boden. Ztschr. PJlamenem&hr.f DUngung, u. Bodenk. 
44; 315-326. 

(7) Denison, I. A., Fry, W, H., and Gilb, P. L. 1929 Alteration of muscovite and 

biotite in the soil. U. S. Dept. Agr. Tech. Bui. 128. 

(8) Edelman,C.H. 1935 Relations between crystal structure of minerals and their base 

exchange capacity. Trans. $rd IntemaU. Cong. Soil Sci. 3: 97-99. 

(9) Ensminger, L. E., and Gibsking, J. E. 1941 Absorption of proteins by mont- 

morillonitic clays and its effect on base-exchange capacity. Soil Sci. 51 : 125-132. 

(10) Giesbking, J . E. 1939 Mechanism of cation exchange in montmorillonite-beidellite- 

nontronite type of clay minerals. Soil Sci. 47 : 1-14. 

(11) GoRBtJNOV, N. I. 1936 Nature of potassium fixation in non-exchangeable form. 

Khim. Soz.j Zeml. 2-3; 82-92. 

(12) Grim, R. E., Bray, R. II,, and Bradley, W. F. 1937 The mica in argillaceous 

sediments. Amer. Mineral. 22; 813-829. 

(13) Grdner, j. W. 1934 Crystal structures of talc and pyrophyllite. Ztschr. Krist. 

88; 412-419. 

(14) Grxinbr, j, W. 1935 Structural relationship of nontronites and montmorillonite. 

Amer. Mineral. 20: 475-483. 

(15) Gruner, j. W. 1935 Structural relationship of glauconite and mica. Amer. Min- 

eral. 24; 699-713. 

(16) Gbuner, j. W. 1939 Ammonia-mica synthesized from vermiculite. Ainer. Mineral. 

24: 428-433. 

(17) Heotricks, S. B., and Fry, W. F. 1930 Results of x-ray and microscopical examina- 

tions of soil colloids. Soil Sci. 29; 457-479. 

(18) Hendricks, S. B., and Alexander, L. T. 1939 Minerals present in soil colloids; 

I. Descriptions and methods for identification. Soil Sci. 48: 257-272. 

(19) Hendricks, S. B., Nelson, R. A., and Alexander, L. T. 1940 Hydration mecha- 

nism of the clay mineral montmorillonite saturated with various cations. / our. 
Amer. Ckem. Soc. 62: 457-464. 

(20) Hofmann, U., Endell, K., and Wilm, D. 1934 Rfintgenographische und4:olloid- 

chemische Untersuchungen fiber Ton. Angeio. Chem. 47 ; 539-547 . 



416 


A. K. LEVINE AND J. S. JOFFE 


(21) JoFFB, J. S., AND Levine, A. K. 1946, 1947 Fixation of potassium in relation to 

exchange capacity of soils: I, II, III. Soil Sci, 62: 411-420, 1946; 63: 161-168, 
1947. 

(22) KbluiBY, W. P., Dobb, W. H., and Bbown, S. M. 1931 Nature of the base exchange 

material of bentonite, soils, and zeolites as revealed by chemical investigation 
and x*ray analysis. Soil Sci. 31: 2&-66. 

(23) Kelley, W. P., and Jenny, II. 1936 delation of crystal structure to base exchange. 

Soil Sci, 41: 367-382. 

(24) Kelley, W. P., et al. 1939 Comparative study of the colloids of a Cecil and a Sus- 

quehanna soil profile. Soil Sci, 47: 175-104. 

(25) Levine, A. K., and Joffe, J. S. 1947 Fixation of potassium in relation to exchange 

capacity of soils: IV. Soil Sd. 63: 329-335. 

(26) Mabshall, C. E. 1935 Layer lattices and base exchange in clays. Ztachr. KriaL 

91: 433-449. 

(27) Mattson, S. 1929 Laws of soil colloidal behavior: I. Soil Sci. 28: 179-220. 

(28) Naoelscumidt, G. 1939 Identification of minerals in soil colloids. Jotir Agr. Sci. 

29: 477-501. 

(29) Noll, W. 1936 Synthesis of montmorillonite. Chern. der Erde 10: 129-164. 

(30) Page, J. B. 1940 Bclation of ionic size to fixation of potassium and other cations by 

colloidal clay. Abstracts of Doctoral Diaaertationa No. 32: 221-233. Ohio State 
Univ. Press, Columbus. 

(31) Tbuog, E., and Jones, J. K. 1939 Fate of soluble potash applied to soils. Indus. 

and Engin. Chem. 30: 882-885. 

(32) Volk, G. W. 1938 The nature of potash fixation in soils. Soil Sci. 45: 263-276. 

(33) Volk, N. J. 1934 Fixation of potash in difficulty available form in soils. Soil Sci. 

37 : 267-287. 

(34) WiEGNEB, G. 1931 Some physico-chemical properties of clays: I. Base exchange, 

Jour. Soc. Chem. Indus. 60: 65T-71T. 



BOOKS 


Chemicals, Humus, and the SoU. By Donald P, Hopkins. Faber and Faber, 

Limited, London, 1946. I*p. 278, plates 4. Price 12/6. 

The purpose of the author of this book is to defend the use of fertilizers against 
attacks of the “humus school,” represented by Sir Albert Howard, Lady Eve Bal- 
four, F. H . Billington , and F. C. King. It is a carefully thou^t out presentation 
of the fertility problem and the part which both fertilizers and organic matter 
play in this connection. The need for the writing of the book is stated as fol- 
lows: 

Those who have fiercely attacked fertilizers in recent years have taken their case to the 
layman and it is not enough for orthodox scientists to retort that these matters have been 
settled for years. Perhaps it is true that they have been settled for a long time — but the 
ordinary man is not so sure because, unlike the scientists, he does not know which journals 
contain the authoritative accounts of research work, nor would he find these accounts 
simple reading if he tackled them. Responsible people tell him that fertilizers poison the 
soil, increase disease, and reduce nutritional values, and a case that he can understand 
within his own terms is set out. It is necessary for ordinary science to be similarly pre- 
sented. 

In contrast to those of the humus school, the author is eminently fair in his 
presentation, but he hews to the line and concludes that there is “no clash be- 
tween chemical fertilizers and organic manures.” 

Colonial Agricultural Production. By Alan Pm. Oxford University Press, 

New York, 1946. Pp. 190. Price $S. 

The purpose of this book is to conrider colonial welfare with particular reference 
to agriculture. The colonies discussed are all in the tropics. Comparisons are 
made between the plantation and the peasant system. The subject is one of 
particular importance at the moment because of the notable advance in public 
opinion with regard to the responribilities of the colonizing powers and the con- 
tinued pressure of the peasant groups for a greater degree of independence. The 
essential point of difference between the plantation and the peasant system is that 
the plantation proprietor is concerned primarily with commercial production 
whereas the peasant thinks first of his own food needs and secondarily of crops 
that arc offered for sale. It is apparent from the discusrion that bothsystems 
will have to be continued, at least until such time as some t 3 T)e of cooperative 
approach to the solution of some of the problems of peasant farming can be de- 
veloped by the educational process. 

Crop Production and Environment. By R. O. Wbcttb. Faber and Faber, 

Limited, London, 1946. Pp. 372, plates 32, figs. 53. Price 26s. 

This book presents a survey of the subject of temperature and li^t in relation 
to vegetative growth and reproductive development of crop plants. Much of 
the discussion deals with one or another phase of vernalization and the theories 
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and facts related thereto. The allied subjects covered include growth, develop- 
’ment, temperature, li^t, darkness, phasic development, environmental factors, 
hormones, plant breeding, crop distribution, and developmental physiology of 
crop plants. The bibliography contains nearly 700 references. This is a highly 
important and carefully prepared presentation that merits a place on the shelf of 
every worker in the field of plant science. 

Ekmenis of Soil Conservation. By Hugh Hammond Bennett. McGraw-Bil^ 
Book Company, Inc., 1947. Pp. 406, figs. 114, graphs 14. Price 83. 

This book is designed to fill the need for a good text on soil and water con- 
servation. The material is presented in an interesting and attractive form. 
It is easy to read. The illustrations are excellent. Where photographs would 
fail, graphs take their place. The nature and the seriousness of the problem are 
first presented and the remedies are then applied. The book is destined for a 
very wide reading by the public at large and will be found very useful as a text in 
the beginning course in soil conservation at agricultural colleges. It will prob- 
ably largely replace the 968-page earlier work on “Soil Conservation” by the 
same author. 

Hidden Hunger. By Icis G. Mact and Habold H. WiiiLiAMS. The Jaquos 
Cattell Press, Lancaster, Pennsylvania, 1945. Pp. 286, figs. 17. Price $3. 
This is an interesting and instructive book dealing with the science of nu- 
trition, choice and use of nutriments, poor nutrition, nourishment from the soil, 
the substance of life, food as eaten, food in action, food for work, food for fighting, 
and food for thought. The book covers a wide range of food problems from those 
of children to those of the folks who are in their “second forty years,” and in- 
cludes discussions of the feeding of armies and of the people on iho industrial 
fronts. The chapter on soil conriders such problems as soil decadence in relation 
to social and political decadence, soil conservation, abundance and deficiency of 
Doineral elements, trace elements, and elements with toric properties. Con- 
siderable space is &ven to food reinforcement. The book is designed for general 
reading but contains food for thoufd^t on the part of all scientists who are con- 
cerned with one or another of the many problems involved in humaJi nutrition. 

Molds, Yeasts, and Actinomycetes. Second edition. By Charles E. Skinnee, 
Chbbtbe W. Emmons, and Hbnet M. Tsuchita. John Wiley & Sons, Inc., 
New York, 1947. Pp. 409, figs. 136. Price $6. 

This is a completely revised edition of Henrici’s book of the same title that was 
publiriied in 1930. Part of the revising was done by or with the help of the 
original author, particiilarly the first three chapters. She of the chapters deal 
with the morphology, phyriology , and taxonomic characters of the several groups. 
The others have to do with their biological activities with particular reference to 
fermentations and the diseases for which they are responable. Of special interest 
are the 15 pages of tables showing the miscellaneous acids, metabolic products, 
and pigments produced by fun^. The last chapter gives a short review of anti- 
biotics. A selected list of references is appended to each chapter. The book is 
an important contribution to the literature of the subject. 
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Plant Growth. By L. EIdwin Yocom. The Jaques Cattell Press, Lancaster, 
Pennsylvania, 1945. Pp. 203, figs, 24, plates 16. Price $3. 

This book is designed for those folks who like to grow plants and want to know 
more about their nature and requirements. It begins with the seed and then 
proceeds with a discxission of its germination, the structtire of the cells, the 
nature of protoplasm, the characteristics of roots, the absorption of water and 
mineral salts, the soil, the above-ground portions of the plant and their struc- 
tures and functions, the control of insects, diseases, and weeds, hybridi 2 iing and 
other means of obtaining plant variation, plant hormones, the use of lime and 
fertilizers, light relationships, and rest periods. The amateur gardener will find 
the book of considerable interest and value in understanding what goes on in his 
soil and plants. 

T/je Production of Tobacco. By Wightman W. Gabnee. The Blakiston Com- 
pany, Philadelphia, 1946. Pp. 616, figs. 81. Price $4.50. 

This book is the culmination of a lifetime of work primarily devoted to the 
tobacco crop. It deals with every phase of the production and use of this plant, 
including its botany, history, growing, curing, marketing, physiology, chemistry, 
and genetics. The material contained in the book should be of considerable in- 
terest both to producers and to consumers. Trends in consumption are of 
special interest, the total consumption being still on the increase, with cigarettes 
gi-owing in popularity, snuff holding its own, cigars and smoking tobacco tending 
to drop, and chewing tobacco rapidly losing out. These trends may be of signif- 
icance to the sociologist. The chemist and plant breeder will be intrigued by 
the many interesting facts about this highly popular plant that have been de- 
veloped over the years by the specialists in this field. The book merits a place 
in every library. 

Boilwmstod Experimental Station Report for 1939-1943. Bothamsted Exper- 
iment Station, Harpenden, England, 1946. Pp. 270. Price 6/. 

This report covers the war years. It gives a list of the trustees, council, and 
staff of llothamsted, Woburn, Imperial College of Science and Technology, 
Agricultural Ecscarch Council Unit of Soil Metabolism, and The Imperial Bureau 
of Boil Science. The director’s report includes a general review of the work 
done on soils and crop nutrition, soil moisture and cultivation studies, nodule 
bacteria, virus and fungus diseases, earthworms, insect posts, bees, statistical 
methods, and the classical field experiments and a list of publications, followed by 
more detailed departmental and sectional reports. It notes the retiroment of 
Sir John Russell on September 30, 1943, and the appointment of Dr. W, G. 
Ogg, of the Macaulay Institute of Soil Research, to the directorship. The re- 
port contains a wealth of material of interest to every specialist in soils and 
crops. 


The Editoes. 




SOILS OF INDIA: FOUR SOIL SURVEYS IN GWALIOR STATE 


ROBERT L. PENDI^ETONi 
Johm Hopkins V^jversif^ 

• Reoeji\ed for publication ^obruar^iS 

The writer’^ intercbi in the soils of India bteml^bm hib experience in that 
jca during the years 191S'-1923, first as assistant director and subsequently as 
lireclor of agriculture, Gwalior State, ^ Central India. Although it* was evident 
hat the soils of Central India varied widely and exhibited a number"^ of unusual 
profile characteristics, the writer was so fully occupied with agricultural ex- 
ension and administrative responsibilities that there was neither time nor oppor- 
, unity for a serious, intensive fftudy of the soils of that region. It was possible, 
lowever, to make general observations upon the broader groups of soils, par- 
icularly those of Gwalior State. In connection with oflicial duties there were 
)pportunities to do some little mapping of the soils of widely separated local- 
ties, in which a wide range of distinct series and typos of soils were observed. 

The Survey of India had long previously published topographic maps on the 
nch-to-thc-mile scale of even the more remote parts of Central India.® More 
ihan a hundred quadrangles were needed to cover the i*egion over which Gwalior 
State was scattered. When traveling in the state, the writer always carried 
ihesc topographic bhecth, mounted on cloth-backed plane-table paper. An 
issortment of colored pencils w^as also at hand for use in delineating soils infor- 
nation on the maps from time to time as additional obseiwations were made. 

During less frequent trips to Bombay, Madras, and Bengal Presidencies, and 
)ther regions outside Central India, the writer recorded large numbers of ob- 
jervations on general soil profile characteristics and land use methods m many 
rther parts of India: slow trains with long and frequent stops afforded oppor- 
iunities to examine the soil at wayside stations, and from the train window other 
soil and lan3 use characteristics wore observed and recorded. 

SOIL SCIENCE IN INDIA 

As is indicated by the extensive bibliography presented by Wadia et aL (13), 
the literat\ire on the soils of India is voluminous. The results of the numerous 

1 Professor at tropical agriculture and soils, department of geography, The Johns 
Bopkins University. 

Gwalior State is one of the Native States of Central India. The population was a little 
wr 3 million in 1920. The area of approximately 25,000 square miles is about half the size 
^ Iowa. Besides the Department of Agriculture, this state has its own Departments of 
Irrigation, Forestry, Revenue, Customs, Police, etc. Bordering and between different 
portions of Gwalior State are ten or more other Native States (small inclusions of Indore and 
Jaora States will bo noted in the northwestern comer of map of the Mandsaur area) . 

« It will be noted on the soil maps accompanying this paper that the topographic maps 
used as the bases for these surveys were published in 1870, 1874, 1876, 1879, 1882, 1886, and 
1891. With very few exceptions, these topographic maps proved to be remarkably accujate 
tvhen used in the field. 
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and relatively intensive and significant ph3rsical, chemical, and microbiologica] 
studies upon Indian soils, especially in the laboratory and on the experimenta] 
stations, have failed, however, to give the reader interested in pedology and the 
development of soils a satisfying account of the principal kinds of Indian soils, 
their areal distribution, and relationships. Rchokalsky’s disappointing attempt 
(11) shows clearly that the observations and laboratory data which were avail- 
able to her in Moscow in 1932 were quite inadequate to give a clear and useful 
idea of Indian soils to one who had not known them first hand in the field. 
Doubtless because of the wide range in quality of the observations and records 
at her disposal, her study was much less satisfactory than it might have been. 
Her experience ^ows that in India, as in other tropical regions, the enormous 
diversity in bachgrotmd and training of those recording the data on the soils in 
the field, as well as a lack of uniform use of many terms in pedology, has so con- 
fused the record that it is virtually hopeless to obtain a useful and connected 
account of the principal kinds of Indian soils from the information on record. 

The writer doubts that it is worthwhile to attempt to assemble from the 
existing literature a useful, generalized soils map of India. On the other band, a 
sin^e trained soil surveyor, experienced in applying American soil survey prac- 
tices in the field, with adequate funds for traveling expenses for a year’s research 
through all the important parts of the coimtry, could prepare a very useful gen- 
eralized soils map of India as a whole. Such a soil map and its accompanying 
report would facilitate an understanding of the more strikin^y different soils 
and land use practices of India and their relation to the climate. Even including 
the expense of drafting and lithographing a colored soil map and printing the 
report, the total cost would be a very small fraction of the amounts thus far 
spent on soil research in India. 

A generalized soil map of India would be valuable not only as an aid in integrat- 
ing and clarifying the results of past soil research, but also for those who are 
interested in the study of the soils of the world os a whole and who have no 
opportunity to study the soils of India in the field. It cannot be too strongly 
emphasized, however, that it would be imfortunato to first make a broad gen- 
eralized soil map of India in an attempt to further a sound soil survey program 
This is because in any generalized, necessarily small scale map the “great soil 
groups” along with “black cotton soils,” “deltaic alluvium,” “Indo-Gangetii 
alluvium,” “laterite,” “latoritic soils,” etc. would almost certainly be the mat 
\mits used. Such soil groups are invariably too broad and too inexactly defined 
and imderstood to be useful for application agronomically. Moreover, if a 
scientifically sound and satisfactory soil survey is to result, the peculiar difficul- 
ties in cla^ying soils make it imperative to work from the particular to the 
general. It is believed that returns from soil research in India will be great 
following a reorientation of the approach, in which em phaaifl is placed upon soil 
olassifioation in the field, employing the uniqudy practical and relatively rapid 
United States Soil Survey methods. After the soils of a number of well-seleot^, 
representative areas of India have been mapped, a satisfactory general sml ma|, 
can be made. 
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Huidekoper (2) describes the very detailed empirical field method employed 
in India for classifying and assessing “rent” (taxes) on agricultural lanH according 
to its value and capacity for producing the usual crops of the region. Local 
vernacular names were used for th§ various classes of soils. Since no correlation 
of the local groups between different re^ons was attempted, and since most of 
this “settlement” work in India was completed before the modem concepts of 
pedology had developed, the material collected can contribute but little toward 
a scientific understanding of the properties of Indian soils. 

The writer had long hoped to present as nearly as possible a complete bibliogra- 
phy of the published work on the soils of India. But the ever-increasiag number 
of papers on the soils of that subcontinent and the limited library and other 
facilities available to the writer, who had been working under pioneer conditions, 
made it continually more evident that in spite of the large amount of biblio- 
graphic material already collected, any such ambition would have to be abandoned. 
Subsequently, with the appearance of the extensive bibliography in India (13) 
and with the collected references published from time to time by the Imperial 
Bureau of Soil Science (3), the need for another bibliography became less urgent. 
Furthermore, none of the writer’s material or records were available during the 
war. An annotated bibliography on soils and land use in India would, however, 
be of great value. 


CBNTBAL INDIA 

Between 25 and 50 miles inland from the shore of the Indian Ocean, in the 
Konkan (coastal) region of Bombay Presidency, stand the hi^ and rugged 
Western Qhats — a fault scarp marldng the western limits of the Deccan Plateau. 
This plateau is built up of numerous horizontal layers of trap (basalt) flows; 
these ori^nally covered more than ^,000 square miles, an area comparable 
to that of the Columbia River flows.* To the north and northeast, these flows 
extended into Central India far beyond Ujjain, into the Mandsaur area, and 
nearly to the Shivpuri area (fig. 1). Though, as a whole, the drainage of the 
trap region has been northeastward, eastward, and southeastward away from the 
Western Ghats, two strong rivers, the Narbada and the Tapti, flow westward 
''into the Arabian Sea. That portion of the plateau north of the escarpment on 
the northern side of the Narbada Valley is the Malwa Plateau. This escarpment, 
with its highest elevations about 2,500 feet, is known as the Vindhya Mountains. 

The drainage of the Malwa Plateau, as of the Mandsaur, Shivpuri, and Gwalior 
regions is northward and northeastward through the Betwa, tibe Sindh, and the 
Chambal Rivers to the Jamna River, thence to the Ganges. 

Climate 

The present climate of this semiarid part of Central India is characterized by 
a rainy memsoon season from June to September with about 30 inches of rain, 
ending with occasional showers in October. A winter season produces ajx oo- 

^ These flows poured out subsequent to the Middle Cretsceous (6). 
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casional frobt ia December or January, and some years showers. There is a very 
hot, very dry season from March to May or early June. During this season local 
sandstorms, with very strong winds and showers, sometimes occur. The hot 
season is the cloudless one before the monsoon. In Malwa the rainy season, with 
its often heavily overcast skies, is relatively much cooler than Gwalior.® 

Vegetation 

Low scrub forest and grassland appear to have been the natural climax vegeta- 
tion over most of this semiarid region. The thorny (Acacia arcAica) is 
common along land boundaries; its hard wood is important for cart and farm 
tool making. When leafless and loaded with red flowers, the Butea frondosa 
trees are magnificent; these trees are useful because the flat shiny leaves are 
fastened together to make dinner plates. There is a better growth of trees along 
the deeper stream courses, especially in the Shivpuri area. Down over the 
Vindhyan escarpment, much of the rough terrain is well forested, with here 
and there clearings of the Bhils. 

Although the mangoes and some other trees shed their old leaves and come out 
with fresh, tender leaves in the midst of the hot, dusty dry season, the most 
striking feature of the vegetation in Central India is the sudden change at the 
beginning of the rains. Then in a few weeks the whole country becomes green, 
and weeds and grass, as well as crops, grow with phenomenal rapidity. 

Soils 

Gwalior State lies scattered over Central India, from close to the Narbada 
River, across the Malwa Plateau with its foils from basalt and the Mandsaur 
region with its fossil laterite from a previous climate, across the Shivpuri Moun- 
tains with their diversity of soils on Vindhyan rocks, on northeast over the 
soils on the Gwalior formations, and out to the edge of the Indo-Gangetic alluv- 
ium. Hero was a most unusual opportunity for the writer to study in the field 
a wide range of soils. A considerable diversity of soil conditions was found about 
each of four important centers, and there were also certain similarities between 
some of th(‘ soil series represented in the different areas. 

SOIL STJRVBTS OP FOUR SMALL ABBAS IN GWALIOR STATE 

The soil maps of the Gwalior, the Shivpuri, the Ujjain, and the Mandsaur 
areas were completed in connection with more intensive field trips in tiie country 
surrounding these important cities and towns. In ^he more remote localities, 
the field work was done on horseback, with mobile tent camps moved on bullock 
carts. In connection with the field work in these four areas, a comprehensive 

' Since it is becoming increasingly evident that relatively small difierences in the tem- 
perature and rainfall regime are of importance in determining the sdil profile characteristics 
of tropical soils (fi) , it is indeed unfortunate that the meteorological data for these ibealities 
in Gwalior State are at present unavailable. 
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series of soil profile samples was collected of each of the horizons distinguishable 
in the field. The four soils survey maps accompany this paper.® 

A series of studies (chemical, physical, and biological) had been planned for 
the comparison of the soil samples. For various reasons it was impossible to 
complete this program of laboratory studies; nevertheless, certain results have 
been obtained which will be included in subsequent papers in this series, 

DESCRIPTION OP THE AREAS 

In considering the several areas, we shall begin with the southernmost, the 
Ujjain area in the Malwa Plateau, where the soils and their parent rocks are the 
simplest. Next, we shall proceed to the Mandsaur area, where the principal 
soils and rocks are Ritnilar to those of the Ujjain area, but where there are also 
soils from sedimentary rocks and conspicuous occurrences of laterite. Third, wc 
shall go on to the Shivpuri area, with its diversity of soils from sedimentary and 
intrusive rocks. Lastly, we shall consider the Gwalior area with some still 
different parent materials, and where the principal soils are on tongues of the 
vast North India plains. 


Ujjain area 

As is often the case in the Deccan, the basalt in the Ujjain area has eroded 
in places in a somewhat steplike manner, leaving flat-topped mesas with vast 
expanses of gently undulating plains in between: ‘‘a land of wide rolling downs 
dotted with flat-topped hills’’ (2). Elevations in this area vary from 1,727 to 
1,804 feet on the mesa tops, whfle on the rounded divides the range is from 
1,623 to 1,667 feet above sea level.’ TJjjain town, perhaps 40 feet above the 
Sipra Eiver bed, is reported to be 1,679 feet above sea level. After the main 
stream vaUey developed in the basalt, secondary alluvial deposits filled in the 
lower parts of the valleys to a depth of 30 or more feet; catastrophic erosion sub- 
sequently removed mu^ of these deposits, fonning severely gullied “bad lands.” 

* Shortly after completing these four surveys, iho writer left India for service in the 
Philippines, where the maps were subsequently lithographed. The drafting was done by 
Filipino draftsmen of the Topographic Branch, Coast and Geogotic Survey, Manila; the 
lithographing was done under the supervision of S. 11. Wilson, by Carmelo and Bauennann, 
Manila. These soil maps were only recently verified as being in the Soil Science stockroom, 
New Brunswick, N. J. 

Not long after the lithographing was completed, the writer left for China for a 2 years’ 
detail ; he then returned to the Philippines, and finally went to Siam . For 5 years following 
Pearl Harbor the field notes, data, and certain references necessary for preparing this and 
subsequent papers were unavailable. Thanks to loyal Siamese associates, during the 
summer of 1946 the notes andtiata were recovered in Bangkok and packed for shipping to 
the United States* Because of amazing errors in ocean freight shipping, these data failed 
to arrive until this paper was in press; they will be used in preparing subsequent installments. 

V There is little ground water to be obtained in the basalts of the Ujjain region* From 
a boring some hundreds of feet deep near Ujjain, no material change in the rock was re- 
ported. ^ In the villages it is customary to dig rectangular wells, sometimes as large as 
20 by 40 feet, 20 to 80 feet into the rock. Water slowly seeps out of cracks in the rook and 
accumulates in the excavations. 
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Malwa clay loam aad clay loam adobe® (often known as “regur” or *‘black cotton 
soil” group) had developed on all but the steepest portions of the basalt. This 
soil is a dark grayish brown, or dark brownish gray to almost black, from less 
than 1 foot to more than 6 feet deep. In some cases the basalt breaks down 
directly into small fragments, 1 to 3 cm. in diameter, called “murrum”*, and 
these weather to black clay loam. In the eastern and northeastern parts of 
Ujjain area, where the rock apparently is harder, the unit fragments of the rock 
seem to be rou^y ten times larger. Weathering by exfoliation, these fragments 
become rounded, and though occurring on the higher part of the terrain are 
popularly believed to be stream-rounded cobbles. Since only a single rock type 
and secondary accumulations from that rock are the parent materials of the soils 
in the Ujjain area, the sofl pattern is very simple. Fragments of chert and agate, 
from 1 to 3 inches in diameter, and some geodes, are rather common in this 
soil. Though Malwa clay loam and clay loam adobe have weathered directly 
from the rock, Sipra clay loam has developed on the eroded secondary deports 
in which petrologic and pedologic patterns are more complicated. It is light 
grayish brown, medium brown, or dark brown and somewhat eroded instead of 
uniformly sloping or level, thus differing in two respects from Malwa clay loam. 
Sipra clay loam produces good crops of sorghum in the rains, or wheat in the 
winter. 

When not too wet, the heavy Malwa clay loam soil is friable and self-mulching. 
Plows are seldom used — the most common cultivating tool is a “blade-harrow” 
(bakhar) like a weed cutter. This is an iron blade about 18 inches long so fitted 
to a wooden frame and pole that the blade has a downward rilt to hold it in the 
soil. This tool is drawn by a pair of bullocks. Deep soil rotation is effected 
through much of the fine surface mulch falling into the wide and deep cracks 
during the dry season. The Indore Cotton Experiment Station, where Howard 
developed his process of composting (1), is not far from Indore town, and about 
30 miles south of Ujjain. As he says, these Malwa clay loam soils “plou^ and 
subsoil themselves.” 

Quite distinct from the grayer soils farther away from the river is the yel- 
lowish brown, light brown, or light yellowish brown Ujjain loam, which occurs 
as terraces in the gullied zone, about f mile wide, mostly along the Sipra Biver. 
This loam is as much as 10 to 15 feet deep with no marked accumulation of cal- 
cium carbonate or other profile development. Areas of this soil have been 
seriously eroded by tlic si^ streams. 

Mandmur area 

Mandsaur town and area are 80 miles west of north of Ujjain, just on the 
northwestern edge of the Deccan trap flow. As is evident from the soil map, 

' Followiaig an early practice in the U. S. Soil Survey, the term “adobe” was used to 
indicate that during the long dry season the surface soil breaks down into a finely granular 
mass. SlTti ii1t s.Ti eo »«l y with the development of this mulch, wide cracks develop which are 
often several feet deep. , 

’ Unfortunately, G. Milne in writing on the soils of East Africa (4) used “murrum” for 
“concretionary ironstone.” 
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beyond the igneous rocks am exposed geologically much older sandstones and 
shales.'® As would be expected, the ele\ ations above sea level in the downstream 
Mandsaur area arc lower than those in the XJjjain area. The hills vary from 
1,656 feet in the poutheast to 1,482 feet in the northeastern parts of the ajjoa, 
with intermediate elevations between 1,416 and 1,460 fwi. Mandsaur town, 
at 1,514 feet, is on an oullier of sedimentary rock, while the mesa on the sand- 
stone in the northwestern corner of the area is 1 ,770 fec't above the sea. 

In addition to tire Malwa, Sipra, and XJjjain series developed from the bat it 
and its derivatives, Mandsaur loam and stony loam also occur" (being dim <jc 
soils of the present rainfall regime, these soils are pedocals). These more slatey 
shales give rise, at least under Mandsaur conditions, to different sorts of soils 
from those developed from the shales in the Shivpuri and CSwalior areas. Tie 
very shallow sandy soils on the sandstones of the Delhi and Aravalli formatiofts 
in the northeastern and northwestern comers of this area are of the same series 
as the soils from Vindhyan sandstones in the Shivpuri and Gwalior areas. 

The most interesting soil group in the Mandsaur area is the latorite. As 
it now occurs hero, it is the iUuvial horizon (often called the “Ji horizon”) of a 
latorite soil, the upper layers of the profile having been lost by erosion. It is 
to be noted that “laterite” is here used in the sense of liuclianan’s description 
and as the word has been used ever since by those who have to do with it in 
India and neighboring countries (8,10). Although Oldham’s cliilcrontiatiou 
of high level and low level laterites cannot bo maintained, his description of the 
material is excellent. As Oldham points out (6, p. 256), the laterito capping the 
basaltic mesas was formed shortly after the cessation of the lava flows, generally 
believed to be in the Tertiary. He continues (6, p. 376); “It is diflicult, in 
presence of the great amount of denudation which has taken place since the later- 
ite caps were part of a more extensive formation to escape the conviction that the 
high level laterite must be of considerable geological antiquity.” This latorite 
developed when the prevailing climate was humid tropical: presumably before 
the Wostem Ghats cut off much of the monsoon rains, making the climate hero 
semiarid. In other directions, sedimentary formations indicate that seah were 
much closer to what is now the Mahva Tlateau than at present. It w*eros clear 
that some similar juxtaposition of laterite from a former humid tropical climate 
in parts of Africa which now have a climate under which chemozt'ms are the 
climax soils was what confused Marbut ( 1 2, pp. 201 ff .) in his ill-advised endeavor 
to interpret the soils and climates of that continent from the literature. As 
Oldham emphasizes (6, p. 383, 386), laterite ahvays devcloph on a continuous, 
level, or almost level, surface. All of the intervening basalt on these levels has 
been weathered, therefore, and carried away by erosion, leaving only certain 
mesas of basalt still capped with latorite. 

Occasionally we came across slag heaps where the laterite had been smelted 
to obtain the iron. Undoubtedly this smelting was done when firel was more 

Geologically, these formatioDs beloug to the Delhi and/or Aravalli scries (6) . But for 
the pedofogist, petrographic character is tho important matt or, not geologic age. 

On tho soil map some of tho soil bodies of this series are incorrectly colored. 
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plentiful than it is now and before imported iron could be purchased relatively 
cheaply. 


Shivpvri area 

About 190 miles northeast of Mandsaur and north-northeast of Ujjain is Shiv- 
puri, the summer capital of Gwalior State. Formerly known as Sipri, before the 
ago of niilways it was an important town on the Agra-Bombay military road. 
The elevation of the undulating uplands surrounding the town is about 1,700 
feet, v/hieh is sufficient to give some relief from the very hot weather at Gwalior 
and elsewhere on the plains 

The Deccan trap docs not come within many miles of the southern edge of 
the ShuT^uri area. In this area the rocks are thick alternating strata of quartz- 
itic sandstone and shales belonging to the Vindhyan or upper older Paleozoic 
forimitions (6), which dip very slightly to the west. The form lines of the base 
map show rather well the general character of the topography 

To the w<»!t of Shivpuri town is the highest formation, a shale, upon which 
has developed Singanwas clay loam. The dark brownish gray soil is 1 or more 
feet dcei> and in places has some small scattered iron concretions; the subsoil 
is yellowish brown kankary Cgravelly) loam. The areas of this soil are exten- 
sively cultivated. 

Darauni loam has developed on the accumulated soil materials in the depres- 
sions; the soil has catastrophically eroded in various places. It will be noted 
that in the Shivpuri area it is only around the edges of this body of shales and 
its associated soils that bodies of laterite occur. Just east of the railway 
terminus at Shivpuri the surface soil of this laterite is dark red gravelly loam, 
4 to 5 inches deep. Below this is red loamy gravel of rounded and angular gravels 
and concretions. It is probable that this laterite developed in Tertiary time, 
when the climate was humid tropical, during the same time that the laterite 
developed in the Mandsaur area, and in many other parts of Central India, 
such as Agar, Guna, and Saugor. The topography of the repon was most likely 
that of a ponephun.i® The associated Shivpuri and Nohri loams and clay loams 
aro perhaps in part degradation and alteration products from former larger bodies 
of laterite. 

The hard quartzitic Vindhyan sandstone which lies below the shales is Exposed 
to the cast of the Shivpuri soils. The light fine sandy loam soils on these rocks 
are rather shallow.'* This land, occupied by low forest and thick brush, is not 
worth cultivating. Some pasture is obtained, and in places the grass may be 
gathered for emergency fodder during famines and hauled 75 or more mUes by 
bullock cart. 

** British caatonments, in the days of militaiy occupation of this region, nearly s century 
ago, were almost invariably located on mesas of laterite. These were not only topographi- 
cally preferable, being well drained, but in oontraat lo the soils developed under the now 
prevailing climate, are not muddy even daring rains. 

w The source of the iron in the numerous round iron concretions in this soil is "Very puz- 
sling. Very likely ihe materials from which the iron was derived were wind-borne. 
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The eastern edge of this quaxtratiic sandstone is an irregular escarpment, 
on the lower slopes and at the foot of which are the Mohona loam and shaley 
loam on shales derived from formations that underlie the sandstone. Where 
the topography is nearly flat, soil development has progressed further; here the 
soil is Singanwas clay loam. These are planted to sor^um and millet in the 
rains; where irrigation water is available, wheat is raised during the winter sea- 
son. As in other valleys farther west, where material from the Singanwas s(^ 
group has gradually worked out into the Surwaya Valley, Ba^ora clay loam 
has developed. 

East of this roughly north and south zone of soils from ^ales, appears another 
north and south zone of Vindhyan quartzitio sandstone, which farther west is 
beneath the shales. On much of this sandstone the li^t fine sandy loam soil 
is so shallow that the low scrub forest is used only for pasture. In some places 
on these sandstones and in many places along their eastern escarpment, however, 
the soil is deep enough to be planted to a rains crop. These places have been 
shown separately on the map as Surwaya fine sandy loam. This type, however, 
is not of much use for crop production. East of the Sindh lUver is a sli^tly 
different and sli^tly better soil type, Bunddkhand sandy loam, on which are 
two villages, suggesting a somewhat less poor soil. It is believed to be r^ted 
to the Bundelkhand gneiss'* — ^the predominant rock over a large region east of 
the Sindh River. 


Oioalior area 

About 75 miles by road north-northeast of Shivpuri and 820 miles north- 
northeast of Uijain by road is Lashkar city, the capiM of Gwalior State. Lash- 
kar stands at the southern foot of a long and narrow sandstone mesa, “The 
Gwalior Fort”'* about 300 feet high, which dominates the town and plain. The 
sandstone of this mesa is quartzitic Vindhyan; to the west are many hills of this 
same rock, with its infertile, shallow, fine sandy loam soils. As suggested by 
the form of the hill in the northeastern part of tho Gwalior area, this sandstone 
is not quite so nearilb'' in this locality.'* In the center and southern parte 
of the area appearing below the sandstones are the “thin, fla ggy , siliceous, 
ferru^ous shales, copiously interbanded with homstone and jasper, frequently 
of a brOjyiant red color” (6, p. C5) characteristic of the Gwalior formation,'^ whi(^ 
form the hills mapped as Gwalior rou^ stony land. Gwalior silt loam, which 
had developed in the valleys between the areas of Gwalior rou^ stony land and 
around the bases of the hills in the central part of the area, is likdly loessal in 
origin, reworked somewhat by stream action. In recent times a lowered base 
levd at the streams and intensified use in pasturing cattle and especially goats 

As Oldham states (6, p. 26), this rock is to aU appearances a perfect granite. 

u This mesa, ronghljr by } miles, was stronj^y fortified in the 15th century and has 
some lovely bnildings of that period. At the northern end of the fort is the older city of 
Gwalior. 

X This is a remarkable sandstone. Beams of it, more than 40 feet long, quarried not 
far northwest of Gwalior, are used as horizontal supports for flat masonry roofs. 

The Gwalior forgoation is placed in the Transition Systems which are aisrlier than thp 
Older Paleozoic (6, p. 47), thus just younger than the Bundelkhand gentiss to the south. 
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have resulted in very serious gullying. In the northern and northeastern parts 
of the Gwalior area are the plains of the older alluvium which are continuous with 
the plains of the Ganges Valley. 

In the Gwalior area several series of soils have been differentiated. Morar 
day loam is a climax pedocal developed under relatively well drained conditions 
from a parent material low in quartz sand. Susera silt loam and very fine sandy 
loam, as the name suggests, contain a considerable proportion of very fine quartz 
sand and silt, and are less well drained. Portions of this soil group are saline. 
Muscovado sugar made in open kettles from sugar cane grown with irrigation 
on some of these previously idle saline portions was so salty as to be useless for 
food. Roughly crescentic earth dams (“tanks’O hold the rain water on the land 
so that winter (robi) crops can be grown. Nurabad fine sandy loam is brown, 
well-drained, and in places has been drifted by the wind into small dunes. 

KANKAE m SOILS OF CENTBAL INMA 

The Icankar (concretionary calcium carbonate^*) horizon in the subsoil of many 
of these soils, at about 1 m. depth, clearly indicates that Central India is now a 
region where pedocal soils develop. In the soils of the Gangetic alluvium, 
in a part of the Gwalior area, the individual calcium carbonate concretions 
vary in size from that of a hazel nut to that of one’s thumb. Sometimes the 
concretions are very irregular, knobby, or branched. In other places the kankar 
horizon is almost a calcareous tufaceous hardpan. In Malwa clay loam the 
concretions are more nearly round and from the size of a hen’s egg to that of 
a double fist. By contrast, the soil-forming conditions during at least part of 
Tertiary time developed pedalfers; witness the fossil B horizon of former laterite 
soils which still cap some of the basalt buttes in the Mandsaur area, and the 
bodies of laterite in the Shivpuri area. 

In the plains of North India, kankar has been generally used for gravelling the 
roads, and what unusually dusty roads it makes! Kankar is the only source of 
buildhig lime for tens of millions of Indians. It is mined from the iUuvial horizon 
of many of these soils and pounded to remove most of the adhering soil; then a 
heap many feet high is made, with alternate 6-inch layers of kankar and dried 
cattle dung cakes ; and the fuel is ignited. After smouldering for many days or 
weeks, the heap finally cools. The kankar is then ground in a crude stone roller 
mill — a stone trough in the form of a ring in which a narrow, heavy stone roller , 
on a heavy beam for an axle pivoted at one end, is pulled around by a pah: of 
oxen. From time to time water is added to the trough in which the roller runs; 
this helps to slack the kankar. Sand is subsequently added; this mhdure is the 
mortar for the very generally used stone masonry building construction.^® 

SOIL FERTmrT MAINTENANCE AND FEETILIZATION 

In a rural society where the peculiarly compelling customs and taboos of the 
Hindu religion dictate virtually every phase of human life and activity to a 

Kankar originally meant gravel or small rock fragments (6, p. 436). ^ 

Quick litnft for whitewash and for chewing with the betel leaf and areca nut is imported 
from other parts of India where limestone is found. 
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degree unimagined by an Occidental, and particularly where these are com- 
pounded with the trickery of a short-sighted landlord (9), soil fertility main- 
tenance on a sound scientific basis is an especially dfficult problem. 

The most difficult phase of this problem for Central India is that practically 
all the rural folk are Hindus. They consider cattle sacred and are strongly 
opposed to permitting them to be killed for any reason.®® Thus the cattle popu- 
lation is much higher than necessary and is reduced only by death during famines. 
Since there is seldom adequate fodder for the cattle even m the good years, 
not only is all the wheat and other straw and farm roughage fed to the cattle, 
but also quantities of dub {Cynodon dactyhn Pers.) and other roadside grasses 
and weeds are laboriously scraped up with a kurfi (a square-ended trowel), 
carried home, and fed to the animals; when fodder is especially scarce, branches 
of shade trees with palatable leaves are lopped ofif for the animals to brouse. 

Most of the farmyard manure is carefully collected, even from the draft cat- 
tle at work in the city streets. The dung is made into cakes (khandis) sometimes 
with an admixture of leaves, straw, and other farmyard trash. These cakes are 
dried in the dooryard or slapped on the mud walls to dry. These khandis 
are the principal domestic fuel for the kitchen. Only in a few wealthy homes 
is charcoal used for cooking and other domestic heating. 

Even the farmers live and keep their cattle, carts, plows, and other tools in 
villages of single-storied, mud-walled, tile-roofed houses. Behing the houses 
are small mud-walled yards where the farm gear and harvested crops are kept, 
and where the family can live and work without being seen by others. Some of 
the fresh cow dung is mixed with earth for smoothing and plastering the mud 
walls. Frequently, groups of houses are occupied by a certain caste, scavenger 
and other outcaste groups having their groups of houses around the periphery 
of the village. The lanes between groups of houses are wide enough for the un- 
gainly ox carts to get through. Too often ashes and other waste and sweepings 
from the houses are not carried as far as a refuse heap on some vacant spot in the 
village — they are just thrown into the lane in front of the house. But since the 
villages are always on a slight knoll or artificial elevation, during the summer 
rains the wash flushes the lanes; in the dry season the wind helps. Throughout 
the year, the poultry, and particularly the hogs belonging to the outcastes, 
work the refuse over very thoroughly. Close about the villages the fields usually 
have some crops for cover, and there the villagers defecate, thus increasing the 
fertility of a narrow zone immediately about the villages (1). 

Thus the mineral nutrients tend to accumulate in the lands in and close to 
the village. Where there is a well that can be used for irrigation, sugar cane or 
some other more intensive crops may be grown on these more productive soils; 
groups of mango trees are conomon. But seldom is manure or other wastes 
ever put back on most of the fields which are cropped annually. 

The only consolation is that the farmyard manure is markedly lower in plant 
nutrients than the dung of temperate-zone animals which have been fed consider- 

No cattle could be butchered for beef in Gwalior State; we were not even permitted to 
Hll a ham-strung bull that wandered around our experimental farm. 
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able proportions of concentrated feed. Indian cattle often get little else to eat 
than finely broken wheat straw and some chopped sorghum stalks.*^ Both the 
cattle and the human population exist on relatively very meager amounts of 
nitrogen. 

During the writer’s time in Central India commercial fertilizers were not used; 
on the contrary , phosphorus was being exported from that region. Occasionally, 
heaps of hundreds of tons of weather-beaten bones were noted at railway sidings 
awaiting grinding for shipment out of the country. 

Thus it is a mystery how the soils of Central India continue to yield even the 
fair crops that they do, century after century. Doubtless the 10 to more than 
15 plowings with the native plow at the end of the rains are important in this 
connection. It is no wonder that photo-fixation of nitrogen continues to be pos- 
tulated as one of the reasons why those soils are not even less productive. 

CEOPS 

Since Central India is a semiarid region, rice (padi) is not grown here. What 
little is consumed by the well-to-do is imported. The principal food of the 
wealthy is whole wheat flour kneaded with water, pressed thin, and heated on 
a piece of sheet iron ; the vast majority of the Indians in Central India eat similar- 
ly prepared thicker masses of ground sorghum or bajra (giant millet). 

At the commencement of the summer rains a mixture of tall grain sorghum 
(jowar) and giant millet (bajra) is broadcast in the fields. When the crop is 
about half grown, it is plowed with the light wooden plow instead of being 
thinned. If the rains are heavy, the millet does better; if the rains are light, 
the sorghum does better. In the Ujjain region on Malwa clay loam, the “black 
cotton soil,” cotton is also planted. Particularly in Malwa, sorghum and pigeon 
pea {Cajanus indicus, ar/mr, tour) may be drilled together. The sorghum is 
harvested early, after which the pigeon peas commence to grow and are harvested 
in March. Sesamum is another rains (khanf) crop. 

Wtnter (rabi) crops 

Wheat is the most important winter crop. Earth dams on slopes or in shallow 
valleys form “tanks” (ponds) an acre or more in area. In October the water 
is released, moistening the fields below. Wheat is then planted in the bed of the 
pond and on the moistened land below. Gram {Cicer arietinum) is planted in 
October as a winter (rabi) crop. 

Irrigated crops 

The usual source of irrigation water for sugar cane and garden crops is wells, 
though larger dams for the storage of irrigation water have been built near 

When the writer was spending some time at the Imperial Agricultural Besearch Insti- 
tute, Pusa, about 1921, F. J. Warth was just commencing nutritional studies on Indian 
cattle, weighing and analyzing all food and excreta. He reported in personal con- 
versation how amazed he was that almost no nitrogen was voided — that he would^ot have 
beheved the results if he had not with much care done all the work himself. 
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Gwalior, Shivpuii, Bind Ujiaia. The CluuDabal, Sindh, and other large rivers 
are too deeply entrenched into the plain to serve as sources of irrigation water 
for the plains. 

Mangoes are an important roadside tree; the fruit, however, is most disap- 
pointing— a bundle of coarse fibers saturated with a very turpentiny juice. 
Neem {Mdia sp.) is another important roadside tree. The oilcake from pressed 
Melia seeds is a useful fertilizer, especially for sugar cane, for the bitter flavor 
seems to deter the termites from damaging freshly planted sugar cane cuttings. 
Betel vines {Piper beth) seldom do well unless protected from the hot, dry winds 
by means of high masonry walls and a “lath” roof. The betel leaves are chewed 
with areca nuts {Areca catechu), ground acacia bark, lime, and condiments. 

At least for Central India, Schokalsky’s crop map (11) is very inaccurate. 

SOIL BBOSION 

As is evident from the accompanying soil surveys, gully erosion is serious in 
all four areas. Even worse and more extensive gullied badlands lie along the 
Chambal and Sindh Rivers northwest, north, and northeast of the Gwalior 
area. In 1920, Maharaja Scindia set up a commission for the study of the 
problem of soil erosion and the means which m%ht be adopted for its control; 
the writer was one of the three members who spent more than 6 weeks on horse- 
back, mapping the eroded area and studying local methods of control. We 
found that the loss of arable land by erosion was very serious; in many cases 
erosion was being aggravated by the overpastuxing with goats. The masoiuy 
dams which in some cases had been built in the ravine bottoms were not only 
quite futile to retard the erosion of the uplands, but were usually so inadequately 
designed that in a few years the stream wa^ed out around them. Smithies 
and other foresters of the United Province Forest Department had erqperimented 
extenrively with methods of retardation of the erosion and possible reclamation 
and reforestation. They showed (7) that fencing to conserve the grass cover 
and prevent excessive tramping of the soil by animals was extremely important. 
Digging down of the steeper riopes, plantu^ of babul {Acada ardbica) on the 
slopes and of shieham {DaMbergia sissoo) in the moister bottoms, combined with 
suitable earth dams and protected spillways were the most effective methods 
of control of erosion and land utilization. Adequate police protection was most 
difficult because of the pressing need of the populace for fuel and timber for 
house and cart construction and for fodder for the excessive numbers of livestock. 

SUMMART AND CONCLTJSIONB 

As a bads for the interpretation of numerous soils data, a satisfactory general- 
ized soil map of India has yet to be made. Only by starting with soil series and 
types or dmilar lower cat^ories can a sound clasdfication and noap of the 
soils be made. As a contribution to such a general understanding of the soils 
of India, the four accompanying rdatively detailed soil survey maps were made 
of small areas in Central India. 

Some striking characteristics of the soils mapped and of the region as a whole 
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are given: the easy granulation and deep cracking of Malwa clay loam are agri- 
culturally of importance; the relation of the laterite-capped mesas to the pedocal 
soils now climax in the region; the abundant calcium carbonate concretions 
which are mined, burned, and ground into mortar for use in masonry construc- 
tion. 

Soil fertility relationships are affected by religious considerations, resulting 
in far more cattle than are necessary or useful. The lack of other fuels than feat- 
tie dung and the feudal system of tax collection are added handicaps to main- 
taining soil fertility at a more satisfactory level. 
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In 1936 the Agricultural Society of Colombia sent a soil sample* from a place 
called '^El Peladero/’ Sutamarchdn, State of Boyacd, for analysis to the Labora- 
torio Quimico Nacional. In 1939, a farmer from the Leiva District, in the 
same state, sent another sample. Both indicated that cattle, poultry, and even 

TABLE 1 


Description and selenium contents of soils and plants from the Leiva District, State of 

Boyacd, Colombia 


LABOXATOSY NUICBEK 

DBSCKIPTZON OT SA1CFI.ES 

SELENIUM CONTENT 

i 

A. Gray -brown silty clay loam, from wheat 
field 

p.fM. 

11.820 

Depth of sample 0-12 inches 

6.0 

11.821 

Depth of sample 12-36 inches 

B. Grayish brown clay loam, from barley 
held 

3.5 

11.822 

Depth of sample 0-12 inches 

4.5 

11.823 

Depth of sample 12-30 inches 

7.0 

11.821 

C. Subsoil (gray clay) from \ adly eroded 
area 

2.5 

11.826 i 

D. Exposed gray shale 

14.0 

11.820 

E. Sliale taken in deep gully, sal t-inc rusted 

1.0 

11.827 

F. Peas, near soil A. 

135.9 

11.828 

G. Barley from field of soil B 

137.3 

11.830 

II. Seed of Tara Spinosa (Mol.) B. and Rose, 
a legume 

8.6 


humans were suflfering from chronic diseases and that the cattle and humans 
were loosing their hair. When routine chemical soil analysis failed to reveal 
characteristic deficiencies, minor elements were taken into consideration. 
Qualitative tests revealed the presence of significant amounts of selenium. 

^ The author acknowledges the assistance of L. A. Rojas-Cruz in the anal^ical work. 
•Laboratory sample 660 (1936). 
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In 1946, soil and plant samples collected* in the Leiva area were analyzed* 
for selenium according to the methods used in the United States (1, pp. 10-12, 
132; 3; 6). 

Table 1 gives the descriptions of the soil and plant samples and the selenium 
contents. 

Without exception, the selenium content is high, in some cases very high. 
These findings have been confirmed on samples from the same locality by Lakin,* 
and also by Robinson and Edgington (4), who wrote: “We have recently found 
as high as 110 p.p.m. Se in peas and 165 p.p.m. in wheat grown in Colombia, 
South America.” 

Normal soils, as a rule, contain 0.3 p.p.m. selenium or less.® Although a hi^ 
total selenium content is not necessarily an index of toxicity, the fact that all 
plants, e^cially peas and barley, are high in selenium may be taken as an 
indication of a Mgh degree of availability of soil selenium. Trelease (5) cites 
experiments with rats which indicate that food containing as little as 5 p.p.m. 
of selenium stimts the growth of the animals and that about 20 p.p.m. is lethal. 
In the light of these observations and Byers^ (2) statement that a selenium 
content of more than 4 p.pun. in a dzy diet is definitely injurious, diseases in 
animals and humans are indeed to be expected in Sutamarcbin and Leiva. 
Further mvestigations are under way. 
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» By H. G. Lewis, of the U. S. Sod Conservation Service, and Alberto Franco, of the 
Caja de Cr4dito Agrario, Bogotd. 
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^ Private communication, December 11, 1945. 

* Editob*s NOTE: This upper limit appears somewhat high for soils of the United States. 
It seems probable that selenium can be detected in any soil, but the quantity present 
seldom exceeds 0.1 p.pjn., and soils in semiarid regions with 0-2 p.p on. selenium have pro- 
duced very toxic plants. 
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Pumping for irrigation in the San Joaquin Valley, California, has been prac- 
ticed for many decades over rather large areas. This practice has continuously 
lowered ground-water levels in many of these areas because the rate of replenish- 
ment has not kept pace with the rate of removal by pumping. Consequently, 
the pumping rate must be decreased in the afiEected areas or a way found for 
increasing the rate of recharge of the underground reservoir. Through the 
operation of the Central Valley Project, surplus water resulting from higli stream 
flow will be available at certain times of many years. If stored imderground, 
this will not only replenish the depleted ground-water supply but also conserve 
it for future pumping at a time when surface supplies are limited. 

Water-spreading (5, 9) for underground storage has been practiced to a limited 
extent in southern California in natural river channels, on debris cones and fans, 
and on soils composed primarily of sands, gravels, and cobbles. In the San 
Joaquin Valley, however, spreading operations will have to be carried out on 
agricultural soils of the valley floor between the major stream channels. The 
soils in such areas where underground recharge is likely to become an important 
practice are permeable loamy sands and sandy loams belonging to many soil 
series. 

Preliminary field studies of water-spreading* have been carried on in Kem 
County, California, for several years by the North Kem Water Storage District 
on Exeter and Hesperia sandy loams. Kem River water was applied to experi- 
mental ponds of about 0.01 acre (20 by 20 feet) as well as to fields up to 60 acres. 
This study indicated that although the initial infiltration rates were satisfactory, 
ranging in general from 3 to 4 feet depth of water daily, the rates decreased with 
time, rapidly at first and then more slowly. During the period of rapid decrease, 
the rates dropped about 50 per cent every 12 to 20 days, with an average of 16 
days for all ponds concerned. With continued operation the infiltration rates 
declined slowly, often to but a few inches a day, and for all practical purposes 
the ponds ^‘sealed up.'’ Thus the spreading operation, although satisfactory 
at first, became imeconomic within a relatively short time. Field tests and 
observations on this problem are stiH in progress. 

% 

^ Associate soil tecbnologist. The author wishes to acknowledge the cooperation during 
the initial phases of this investigation of J. E. Christiansen, formerly irrigation and drain- 
age engineer, and W. P. Martin, formerly associate inicrobiologiBt. 

* Contribution from the U. S. Regional Salinity Laboratory, Riverside, California, 
Bureau of Plant Industry, Soils, and Agricultural Engineering, Agricultural Research 
Administration, U. S. Department of Agriculture, in cooperation with the eleven western 
states and the Territory of Hawaii. 

* Haehl, H. L. Unpublished data on waternapreading. North Kem Water Storage 
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The laboratory investigation^ reported herein was undertaken to determine 
the reason for the decreasing rate of infiltration under continuous submergence. 

EARLY STUDIES ON PEKMEABIUTY 

The initial studies at the Regional Salinity Laboratory on the over-all problem 
were conducted by Christiansen and Magistad,® who attempted to obtain an- 
swers to several important quebtions relating to problems of water-spreading 
on agricultural soils. Permeability tests under prolonged submergence were 
made on 43 undisturbed soil cores (4) and on numerous disturbed samples of 
soil taken at various locations in the upper San Joaquin Valley. Most of the 
soil cores were obtained in steel cylinders 5 inches by 36 inches, but a few were 
taken in 4§-inch by 16-inch lucite cylinders. Some of the results of this inves- 
tigation have a direct bearing on the present study. 

A study of the disturbed samples taken at various depths in the soil profile 
showed the surface 12 inches or less to he the zone of limiting permeability. This 
is the section of the soil that contains most of the organic matter, and considerable 
significance is attached to this fact. These results were verified on undisturbed 
soil cores 36 inches long having a system of manometers attached at various 
distances between top and bottom of the cores. When a certain core was in- 
verted during the test it was found to be least permeable at the bottom, which 
in this case was the surface horizon of the field soil. In a few cases, however, 
the permeability of the soil cores as a whole ^vas limited by hardpan or by hori- 
zons of high density at some distance below the surface. 

When soils are continuously submerged and the daily permeability or in- 
filtration rates are plotted against time, the S-shaped curves obtained, as ex- 
emplified in figure 1, indicate progressive change in permeability throughout 
the test. Generally there is an initial decrease followed by a marked increase 
to a maximum permeability, which in turn is followed by a considerable decrease. 
This trend holds for field as well as for laboratory tests, because the rate of water 
infiltration into the soil when completely saturated is a function of the least 
permeable horizon in the profile. These changes are explained (1, 2) as follows: 

Phase 1 . After initiating field or laboratory tests, the permeability decreases to a mini- 
mum. On highly permeable soils this initial decrease is small, or nonexistent, but for 
relatively impermeable soils, it may be appreciable and continue for 10 to 20 days before 
the second phase of increase is apparent. The decrease in permeability is probably due to 
structural changes resulting in part from swelling and dispersion of the dry soil upon wetting 
and in part to dispersion resulting from a decrease in electrolyte content of the soil solution 
as any salts present are removed in the percolate. 


* This investigation is pan^ of a cooperative study of problems relating to water-spread- 
ing conducted jointly by the North Kem Water Storage District; the Arvin-Edison Water 
Storage District; the Division of Irrigation of the Soil Conservation Service, and the U. S. 
Regional Salinity Laboratory, U . S. Department of Agriculture; the Bureau of Reclamation, 
U. S. Department of the Interior; and the Division of Water Resources of the State of 
California. 

* Christi^Qsen, J. E., and Magistad, O. C. Unpublished report on laboratory phases of 
cooperative water-spreading study. U. S, Regional Salinity Laboratory. 1944. 
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Phase B. When soils are wetted from the surface downward, considerable air is en- 
trapped in the pores (1, 10) . As the air is dissolved and removed in the percolating water, 
the permeability gradually increases, attaining a maximum when all or nearly all of the 
entrapped air is removed. The minimum permeability appears to be the resultant of two 
opposing phenomena, that is, the forces described for phase 1 tending to reduce permeability 
from the beginning and the forces of air removal tending to increase permeability. 

Phase $. After the maximum is reached, the permeability decreases with time, rather 
rapidly at first then more slowly until after 2 to 4 weeks the rate is usually but a small por- 
tion of its original value. Frequently it has been observed in laboratory tests that the 
maximum permeability is reached before the last of the entrapped air is removed. This 



Fia. 1. Changes in PEBMEABiuTr of Soils Dtjbjng Long Submbbgbncb 

suggests that the maximum permeability attained is also the resultant of opposing phe- 
nomena. The gradual sealing of the soil during the third phase suggested the following 
contributing causes: 

1. A slow physical disintegration of aggregates under prolonged submergence. 

2. Biological clogging of soil pores with microbial cells and their synthesized products, 
slimes, or polysaccharides (6, 7). 

3. A dispersion duo to attack of microorganisms on organic materials which bind soil 
into aggregates (8). 

4. A combination of the foregoing factors. * . 

EFFECT OF DISINFECTANTS IN WATEBS FOR PERMEABILITY TESTS 

ChristiaDsen conducted numerous long-time permeability tests^ in 1943 
in which mercuric chloride was added to the local tap water used for the tests. 
He was able to maintain a considerably higher permeability in all cases with 
mercury-treated water than with the untreated water. Since mercuric chloride 
is a strong disinfectant, the results suggested micTohial sealing as the cause 
of decreased permeability under prolonged submergence. More recently, ad- 
ditional tests were made by Allison, Martin, and Christiansen® on Hesperia soil 
from San Joaquin Valley and on Hanford loam from near Riverside m which 


« Unpublished data, 
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mercuric chloride at various concentratioiis and other toxic chemicals, chiefly 
the chlorinated phenols^, were added to the water or on surface of the soil 
in the case of the insoluble toxics. The specific chemicals and the concentra- 
tions used are indicated in table 1. In all these trials a certain measure' of 
success was attained in maintaining high permeability rates. Phenol and 
formaldehyde at 2000 and 1000 p.pm, respectively were the most effective 
treatments. For a considerable time, phenol maintained the permeability at 
77 per cent and formaldehyde at 93 per cent of the maximum for the particular 
soil tested. Eventually, however, the soil sealed up, even with the most effec- 
tive treatments. 


TABLE 1 

Disinfectant added to tap water* need in permeability tests on disturbed soils 


Mercuric chloride 

Phenol 

Formaldehyde 

Chloroben 

Toluene 

Carbon bisulfide 

D-D 

Na-orthopenylphenate (Dowicide A) 

Na>2,4,5>trichlorophenate (Dowicide B) 

Na-chloro-2-phenylphenate (Dowicide C) 

Na-2-chloro*4-phenylphenate (Dowicide D) 

Na-2-bromo-4-phenylphenate (Dowicide E) 

N'a-2,3,4,6-tetrachlorophenate (Dowicide F) 

Na-pentachlorophenate (Dowicide G, or Santobrite) 
Pentachlorophenol (Dowicide 7, or Santophen ^) . . . 

Orthophenylphenol (Dowicide 1) 

2,4,5-trichIorophenol (Dowicide 2) 


20-500 p.p.m. 
50-2000 p.p.m. 
50-1000 p.p.m. 

100 p.p.m. 

100 p.p.m. 

100 p.p.m. 

100 p*p>ni. 

100 and 500 p.p.m. 
100 and 500 p.p.m. 
100 p.p.m. 

100 p.p.m. 

100 and 500,p.p.m. 
100 and 500 p.p.m. 
100 and 500 p.pjn. 

1 inch layer on soil 
1 inch layer on soil 
1 inch layer on soil 


* Tap water contained 280 p.p.m. of salts and a sodium percentage of 40. 


Al&ou^ peimeability tests, in which tone chemicals were used in the waters, 
stron^y suggested microbial sealing, they failed to present conclusive evidence 
of this fact. The evidence did not entirely rule out the posdbility that physical 
disintegrataon of the so-called water-stable aggregates might be a partial cause 
of decreased permeability under conditions of prolonged submei^nce. If per- 
meability tests could be conducted .under conditions of complete sterility and 
the maximum permeability was not maintained for a considerable time, then 
phytical breakdown of a^r^tes would be indicated. To obtain quantitative 
evidence r^rding the exact effect of microoigaisisms on the peimeability of 
soils under prolonged submergence, permeability tests were made in a sterile 
system. 

* The chlorinated phenola were supplied by Monsanto Chemical Co. and Dow Chemical 
Co. 
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SOIL PEUMEVBILITY UNDER STERILE TONDITIONS 


Methods 

Throe soils \voi*e sol(‘(*tod for comparison in this study: Hanford loam from near 
Rivoi*Hido, (^alitornia, and Exeter and Tlesporia sandy loams from Kem County, 
( California, from near the site of water-spreading operations. They ^^ere air- 
dried, passed through a 2-mm. sieve and placed in glass percolation tubes (per- 
meamelers) in lOO-gm. quantities, according to a standard procedure described 
elsewhere (1 , 2). The soil Avas compacted to simulate field density by dropping 
the tube on its point ten times through a distance of 1 inch. The tubes were 
then covered with small beakers and sterilized in a suitable chamber by the 
method of Roberts el at (12). This method uses ethylene oxide gas as the 
sterilizing agent, and for studies involving peimeability it has the particular 
advantage over steam sterilization that it does not appreciably alter the physical 
and chemical properties of the soil. 

The characteristics of the water used in peimeability tests are important. 
Since most tap watei*s contain some bacteria and traces of soluble organic matter, 
it was decided to simulate the cation content of the local tap water by adding 
1 .7 m.e. C^aCls, 0.5 m.e. MgC%, and 1 .5m.e. NaCl per liter to distilled water. Mer- 
curic chloride was also added at the rate of 10 p.p.m. to protect the filters against 
clogging, and to safeguard the filtered water in case a stray microorganism should 
pass through the cotton filter on the air-intake tubes of the delivery bottles. 
This synthetic water was prepared about 10 days in advance of use and stored 
in 5-galIon bottles. During storage, the mercury destroyed most of the bacteria 
present in the distilled water and added salts. The water used for the controls 
and for the reinoculated sterilized soils Avas not filtered and received no mercuric 
chloride. 

A satisfactory test for sterility of the soils treated with ethylene oxide and 
for the filteix'd Avaters treated AAuth mercuric chloride Avas obtained by trans- 
ferring about 0.5 gm. of soil or 2 to 3 ml. of A\"atcr into standard nutrient broth. 

To pi’ovide enough sterile Avater for making several permeability tests simul- 
taneously, the apparatus shoAvn in figure 2 A\"as devised. The A"arious parts of this 
closed-system Avere sterilized separately by autoclaving and were connected 
under aseptic conditions. The system consists of a batteiy of three auto- 
irrigator-pots’* (11) with porous inner AA-alls (fig. 3) serving as filtem, an upper 
reservoir, and a series of four dcli\"ery bottles each equipped Avith Mariotte 


^ Auto-irrigalor-pots wore obtained from the General Ceramics Co., Refractories Divi- 
sion, New York City. When tested under water at a pressure of 2 atmospheres, it was 
found that the walls when Avet did not leak air. This indicated a maximum pore size of 
less than 0.75 as determined by the formula; 


V 


(1 + 1 ) 

(r, ^ r.) 


or r 


V 


where /i and Vi = i)rineipal radii of curvature; 7 = surface tension of water in dynes/cm.; 
p * pressure difference in dynes/sci, cm. 



Fig. 2. Sterile Closed System for Conducting Permeabiuty Tests on Soil 
Under Sterile Conditions 


^—bottle foi supplying 'water to biter; B — filter, C— upper reservoir for collecting fil- 
tered sterile water, Z>— delivery bottle connected to permeameteis below 


IK- 

m 


Fig. 3. Filter System Consisting op Double-Walled Auto-Irrigator-Pots 
'VMTH PoRois Inner Walls, for Removing Microorganisms 

Mariotte siphon tube in bottle A . A vacuum (equivalent to a 22-inch mercury 
column) placed on the upper reservoir, C, fills the reservoir by drawing water 
through the filter, which removes all microorganisms (13). Once the water 
passes the filter it is sterile and, because it is in a closed system, it is no longer 
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subject to contamination. The delivery bottles, D, are filled individually by 
gravity flow from reservoir C by moans ol a system of two lines which permits 
the air from Dio flow' up into C as w’ater flow s dow n to Z). The soils under test 
are protected from possible disturbance during bottle-filling operations by clamp- 
ing o^ the delivery tube at the top of each permeameter unit The delivery 
bottles, I), are protected with sterile cotton hit el’s so that the air, entering to 



Fig 4 Plrmmamutrb Unit CoN«ISTl^G of Four Percolation Tubes 
Connected in Series 

replace water used in the tests, is freed of microorganisms. Likew'ise, a sterile 
filter is used on reservoir C to protect it when the partial vacuum, resulting from 
filling operations, is released prior to filling of the bottles, D, 

The permeametem containing the sterile soil %vere connected to the delivery 
bottles under aseptic precanlions. Watei w'as applied to the permeameters 
in such a way that disturbance of the soil w'as avoided. The tests were conducted 
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in a constant-temperature room kept at 70 to 72° F. The percolate was collected 
and measured for a definite time period, 15 to 60 minutes, depending on the flow 
rate. Permeability was calculated (1, 3) by the Darcy equation.^ As a means 
of checking on conditions of sterility, the percolate from each permeameter 
was tested in nutrient broth at the beginning, three times during, and at the end 
of the experiment. In addition, the soils were removed from the permeameters 
and sections from the center of the cores were tested in nutrient broth for evi- 
dence of growth. All tests were negative, indicating that the major objective 
was attained, that is, the detennination of soil permeability in the absence of 
microorganisms. 


Results and discussion 

The results of long-time sterile permeability tests on Hanford loam and on 
Exeter and Hesperia sandy loams are shown in figures 5, 6, and 7. The curves 
for the sterile soil receiving sterile water represent two of the four replicates for 
each which exhibited highest and lowest permeability respectively. Since 
the other replicates occupied intermediate positions, they are not shown. The 
control curves shown represent nonsterile and reinoculated sterile soil, respec- 
tively, both of which received nonsterile water of similar composition, except 
that the 10 p.p.m. of mercury was omitted. The permeability values, expressed 
in centimeters per hour, may be converted to inches per hour by dividing by 
2.54, or to feet per day by multiplying by 0.79. 

The Hanford soil was included for study because it is a natumlly permeable 
soil which when submerged exhibits quite characteristically all three phases of 
a typical permeability-time curve (fig. 1). Notably, after reaching its maxi- 
mum permeability it seals up more readily than most soils. In this test the 
controls failed to attain a very high maximum as compared to the sterile soil. 
In explanation of this observation, it must be pointed out that from an initial 
dry soil condition as in these tests, the permeability reaches its highest point 
only after the entrapped air is removed from the soil poms by solution in the 
percolating water (1, 10). Simultaneously, microbial activity begins and soil 
sealing follows, so that the maximiun permeability finally attained is the resultant 
of two opposite processes. Being fairly rich in organic matter, the Hanford soil 
has a very active microflora, which causes rapid sealing under continuous submer- 
gence. After attaining the maximum permeability, the sterile soil remained 
highly permeable throughout the test, exhibiting only minor variations with time, 
whereas both the unsterilized soil and the reinoculated sterile soil sealed readily. 
After 75 days the sterile soil was as permeable as it was at the end of the 14 
days when it reached its highest permeability. 

® Permeability determinations were made at constant head and calculated according to 

the transposed Darcy equation: P = Q where P is the Darcy coefficient of permeabil- 

An 

ity , 0 is the flow (volume per unit of time) , L is the length of the soil column, A is the cross- 
sectional afea of the column, and H is the difference in head between the two ends of the 
column. 
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Even though the Exeter and Hesperia soils are much more permeable than the 
Hanford soil, they exhibited pexmeabilily-time trends which, in general, are 
very similar to those for the E[anford soil. Because of their very sandy nature 
they contain large pores, which make for hi^ initial permeability. They contain 



Fxo. 5. PnaiaQABiiioT-TiME Oobves pob Kanfobd Loam 
XJkdbr Prolonged Submbrgbncx 



Fig. 6. Fbbmi&ability-Timb Ottbvbs pob Exstbb Saitdt Loam 
Under Prolonged Submergence 

relatively little organic matter and therefore a less abundant xnicroflora than the 
Hanford soil. Because of these characteristics they would not be expected to 
seal up so readily under continued submergence as a soil having smaller pores 
and a more active microflora. 

The significant fact revealed by this investigation is that microbial activity 
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appears to be the cause of eventual low permeability, or soil-sealing, under 
conditions of prolonged submergence. Although this evidence was obtained 
on soils tested under laboratory conditions, there is no apparent reason why 
this microbial action does not also occur imder field conditions of continuous 
flooding. The data stron^y suggest that purely physical disintegration of 
water-stable aggregates is not responsible for this sealing phenomenon; otherwise, 
a large reduction in permeability would have occurred in the sterile soils. 

Although microorganisms are indicated as the cause of soil-sealing, the exact 
mechanism involved is still a matter of speculation. Martin (7, 8) foimd that 
certain products of microbial growth called ^‘pols^accharides*’ (often referred to 



Fig. 7 , Pkrmbabiuty-Timb Curves for Hesperia Sandy Loam 
Under Prolonged Submergencb 

as “mucus-like materials” or “gums”) have strong aggregating influence when 
soils containing them are subjected to diying. He also found that the produc- 
tion of aggr^ating substances in soils is greatly stimulated by the addition of 
an energy material such as sucrose or dextrose and by incubation for a time. 
Previous studies at this laboratory indicated that when sucrose is added to water 
used in long-time permeability tests the soil seals up completely within 2 days, 
whereas if no soluble energy material is added, the seeding is always much 
slow^. In either case, if the sealed soils are air-diied, sieved, and retested, 
tte initial and maximum permeabilities on second test are always appreciably 
higher for the untreated soil and very much higher for the sucrose-treated soil, 
which sealed up most rapidly in the original test. If it is assumed that the higher 
permeability obtained on retest of the sealed soil is due to improved aggregation 
a.s a result of drymg, then it appears that the microorganisms, which cause the 
soil to seal when continuously submerged, are capable of producing soil-aggregat- 
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ing substances such as polysaccharides even in the absence of added energy 
materials. There seems to be no other plausible explanation for increased per- 
meability on retest of previously sealed soils which received no soluble energy 
additions. 

Martin (7) added bacterial polysaccharides to soil and, after drying and re- 
moistening, studied the persistence of the aggregating material with time. 
From this study he concluded that, ‘^the substance [polysaccharide] is readily 
destroyed by certain members of the soil population.’’ In reference to the mech- 
anism of soil- sealing it might be reasoned that under prolonged submergence 
the decrease in permeability that eventually occurs may be attributed in part 
to a dispersion of aggregates due to microbial attack on the substances that 
bind soil particles together. The major cause, however, is attributed to the 
clogging of pores by the currently produced products of microbial activity. 

The process of microbial soil-sealing appears to occur in the following cases: 

(a) In water spreading on permeable agricultural soils. 

(b) During prolonged leaching operations to remove alkali salts. 

(c) In cropping practices such as rice growing— the sealing which takes place during 
prolonged submergence probably contributes to the economy of water utilization during the 
flooding period and also to a favorable permeability of the soil after it drys out. 

SUMMARY 

The permeability of continuously submerged soils usually decreases slightly 
at first and then increases appreciably as the entrapped air is removed by so- 
lution in the percolate. Subsequently, a large reduction in permeability occurs 
until the soil virtually seals up. 

Sterile permeability tests conducted to determine the cause of decreased 
permeability under prolonged submergence gave no evidence of soil aggregate 
breakdown due to purely physical causes. The reduced permeability appears 
to be due entirely to microbial sealing. The soil pores probably become clogged 
with the products of growth, cells, slimes, or polysaccharides. If any of the 
observed reduction in permeability was due in part to disintegration of soil 
aggregates, the dispersion is believed to be due to biological causes, that is, 
the attack of microorganisms on the organic materials which bind soil into 
aggregates. 

Soils may be readily sterilized in the laboratory with ethylene oxide gas with- 
out appreciable change in their physical properties. For certain research pur- 
poses, this method offers advantages over that of steam sterilization. 
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A CONVENIENT METHOD FOR ESTIMATING CARBONATES IN 
SOILS AND RELATED MATERIALS* 
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Beoeived for publioatioii February 5, 1047 

The use of an alkalimeter provides the most convenient method of estimating 
carbonates in soils and related materials high in that constituent. In using an 
a l kalime ter, however, it is necessary to decompose all carbonates and expel 
CO 2 , at the same time avoiding the loss of volatile substances other than car- 
bonate-derived CO 2 . To accomplish this, when applied to soil materials, the 
acid used to liberate the CO 2 from the carbonate must meet the following re- 
quirements: 

1 . The degree of ionization must be high enough to decompose the most resistant car- 
bonates. 

2. It must have a low vapor pressure at room temperatures and pressures. 

3. It must not oxidize organic compounds. 

1. It must not reduce Mn02 to give volatile substances. 

Trichloracetic acid meets the foregoing requirements. It is a crystalline solid 
which melts at 57.5®C., boils at 19S.3°C., and is extremely soluble in water (15 
gm. of acid to 1 ml. of water). This water solution has a pK value of 0.7 giving 
a calculated hydrogen-ion concentration of 1.24 gm. per liter, which is equivalent 
to the hydrogen-ion concentration of 1:10 HCl commonly used to liberate CO 2 
in carbonate estimations. Trichloracetic acid is not an oxidizing agent, and it 
was found to give no volatile substances when 25 ml. of 16: 1 acid was mixed with 
10 gm. of MnOz for 16 hours at 27®C. Consequently, the present method was 
developed using trichloracetic acid to obviate the difficulties encountered when 
the more common strong mineral acids are used in an alkalimeter to liberate 
carbonate CO 2 . 


APPARATUS 

Any of the many alkalimeters mentioned by Treadwell and Hall® can be 
adapted for use with this method, or a simple alkalimeter, shown in figure 1, 
may be made from apparatus commonly found in any laboratory. The reaction 
flask is a 50-ml. Erlenmeyer flask (/) which has a short 5-ml. pyrex test tube (0 

1 Contribution from the department of agronomy, University of Illinois Agricultural 
Experiment Station. Published with the approval of the director of the lUinois Agricul- 
tural Experiment Station. 

* First assistant in soil survey; formerly graduate student department of agronomy, 
University of Illinois, and now professor of soil science, National Peking University, Peip- 
ing, China; professor in soil physics, respectively. The writers are indebted to R. S. Smith 
for his interest and cooperation in this study. 

» Treadwell, F. P., and Hall, W. T. 1924 Analytical Chemistry, vol. 2, ed. 6, p. 331. 
John Wiley & Sons, Inc., New York. • 
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fused to the inside wall. The flask is fitted with a No. 2 two-hole rubber stopper. 
An absorption tube (o) may be made from one half of a Schwartz ground-glass- 
stoppered U-tube. This absolution tube is inserted in one hole of the rubber 
stopper, and a glass tube attached to a small ground glass stopcock (Sa) is in- 
serted in the other hole of the stopper. 

PEOCEDUBE 

A 2-gm. sample of 100-mesh soil (or an amount equivalent to less than 0.25 
gm. of CaCOj) is placed in the reaction flask of the alkalimeter, care being taken 
to ensure that no part of the sample falls in the test tube within the flask. One 
milliliter of water is added to the sample and 5 ml. of a mixture of trichloracetic 



Fio. 1. Diaobamuatic Sketch of Alkausieteb Used in C.iBBON.iTE Estimations 

acid and water (15 gm. of trichloracetic acid and 1 ml. of water) is introduced 
into the test tube within the fliask. Here again care must be exercised to avoid 
mixing the acid with the soil sample at this time. The absorption tube (a), 
in the two-holed rubber stopper, is filled with magnesium perchlorate (An- 
hydrone) and covered with a cotton plug. The rubber stopper is inserted in the 
reaction flask, the stopcocks are closed, and the alkalime ter is weighed. The 
alkalimeter is then protected from atmospheric moisture by means of two TJ- 
tubes (oi and ai) containing Anhydrone. Stopcock Si is opened and the trichlor- 
acetic acid is mixed with the soil sample by tilting and swirling the alkalimeter. 
After 12 hours the reaction will be complete. When this is accomplished stop- 
cock St is opened and the remaining CO 2 in the alkalimeter is di^laced by air 
drawn slowly throu^ the idkalimeter for 10 minutes. The stopcocks Si and 
1 S 2 on the alkalimeter are closed and the T7-tubes ai and at are detached. The 
a lkalime ter is then weighed. The difference between the wei^t of the alkali- 
meter before and after the reaction represents the wei^t of CO: liberated from 
the carbonates in the soil sample. 
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TABLE 1 


CoTTipcifison, of the tiichloracetic acid method with standard methods* of determining calcium 
carbonate equivalent 


METHOD 

CaCX)s EQUIVALENT 

Dolomite 

Calcite 

Loess 


ter cent 

per cent 

per cent 

Trichloracetic acid method 

106.2 

’98.4 

6.1 

Neutralization of H2SO4 

107.3 

98.7 


Neutralization of HCl 

104.7 



Muffle furnace 1060 

107.3 

98.4 


Carbon train 1050®C 

106.0 

98.4 

6.0 

A.O.A.C. 1 hour 

96.7 


6.2 

A.O.A.C. 2 hour 

106.0 




* Association of Ofl&cial Agricultural Chemists 1940 Oj0&cial and Tentative Methods 
of Analysis, ed. 5. Washington, D. C. 

Winters, E., and Smith, R. S. 1929 Determination of total carbon in soils. Indus, 
and Engin. Chem,, Analyt, Ed. 1: 202-203. 

TABLE 2 

Comparison of the trichloracetic add method and the A.O.A.C, method for estimating calcium 
carbonate equivalent in calcareous loess 


CaCX)| EQUIVALENT 


SAtfriE NUMBEE 

Triplicate analyses 

A.OA.C. 

I 

11 

ni 

Average 


per cent 

per cent 

per cent 

per cent 

per cent 

1629 

6.1 

6.0 

6.1 

6.1 

6.2 

b748 

17.2 

16.9 

17.1 

17.1 

16.8 

b310 

12.6 

12.5 

12.6 

12.6 

12.6 

bSl 

42.7 

44.1 

43.3 

43.4 

40,8 

A817* 

3.5 

3.7 

3.6 

3.6 

3.4 


* Buried surface soil. 


TABLE 3 


Becen^cry of carbonate COi from known mixtures by the trichloracetic acid method 


SAMPLE 

AMOUNT CAEBONATE 

COt ADDED 

AMOUNT GASBONATE 
COsKECOVEEED 


gm. 

gm. 

1.5 gm. of Drummer clay loam 

None 

0.0013 

1.6 gm. of Drummer clay loam -f 0.5 gm. of 
dolomite 

0.2320 

0.2332 

2.0 gm. of muck 

None 

0.0023 

2.0 gm. of muck + 0.5 gm. of dolomite 

0.2320 

0.2320 


EXPERIMENTAL RESULTS 

The trichloracetic acid method was used to estimate the carbonate equivalent 
of dolomite, caldte, and calcareous loess. The carbonate equivalent o^replicate 
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samples was estimated by several methods commonly used for this purpose. A 
comparison of the data from these methods is given in tables 1 and 2. 

The method was given a rigorous test by CO 2 recovery estimations on stand- 
ardizea dolomite samples mixed with soils containing large amounts of organic 
matter. Accurate recovery of CO 2 in mixtures of this type was expected to be 
difficult because of the large proportion of dolomite to trichloracetic acid and of 
the tendency of certain components of soil organic matter (that is, compounds in 
which a carboxyl group is attached to an active methylene group) to release CO 2 
when treated with acids. Samples for these recovery studies were prepared by 
mixing known amounts of standardized dolomite witii carbonate-free muck and 
surface samples of carbonate-free Drummer clay loam (a black clay loam). 
The results are reported in table 3. 


CONCLUSIONS 

The results obtained in this study justify the following conclusions; 

The use of trichloracetic acid in a loss-of -weight alkalimeter method gives results equal 
in reliability to the methods commonly used for carbonate estimations in soils, limestone, 
etc. 

Satisfactory recovery of CO2 was obtained on known amounts of standardized dolomite 
when mixed with large quantities of carbonate-free soils containing a high content of 
organic matter. 

The proposed method offers distinct advantages over other methods for the estimation of 
carbonates in soils . It is simple, convenient, and may be time-saving . Though a long time 
is needed for the complete release of CO2 from resistant carbonates, the attention of the 
analyst is not required during this period. 



IMPROVEMENTS IN THE PLASTER OF PARIS ABSORPTION 
BLOCK ELECTRICAL RESISTANCE METHOD FOR MEAS- 
URING SOIL MOISTURE UNDER FIELD CONDITIONS’ 

G. J. BOUYOUCOS AND A. H. MICK 
Michigan Agricultural Experiment Station 
Received for publication December 7, 1946 

Since its introduction in 1940, the plaster of paris block method of measuring 
soil moisture by means of electrical resistance (4) has been widely employed in 
agricultural fields. Hydrolo^c research* (13), war production problems involv- 
ing guayule culture (8, 9), and many other investigations ranging from field 
irrigation to greenhouse studies have made use of this tedhnique. 

Briefly, the method consists of imbedding within the soil a plaster of paria 
block cont aining two electrodes. At a constant temperature, the electrical 
resistance of the plaster of paris varies with its moisture content, which, in turn, 
varies according to the magnitude of the forces exerted by the surrounding soil. 
A determination of the block resistance thus ^ves a measure of thtym soil mcw- 
ture forces — a measurement which can be made with a hi^ degree of accuracy 
and reproducibility within the soil moisture range that is of significant import- 
ance to growing plants (9). 

FUNDAMENTAL PBINCIPLBS 

Because the plaster of paris absorption block indicates the force with which 
mdbture is held by the soil environment, it may be conridered to portray more 
accurately than conventional volume or weight percentages soil moisture con- 
ditions as they exist with respect to actively transpiring plants. The con- 
ventional percmitages have, of course, long been recognized as inherently falla- 
cious in this regard because they caimot express free energy factors operating 
in moisture phenomena. 

Figure 1 is a typical curve based on several measurements of the soil moistwre- 
hloek resistance relationship. It illustrates that the absorption block may offer 
at least a partial solution to soil water problems. Other investigators (1, 5, 
7, 8, 10, 13) have confirmed the shape and general characteristics of this curve, 
which, it is interesting to note, exhibits a marked resemblance to the moisture 
stress-soil moisture curves recently developed by Wadleigjh (12). This resem- 
blance confirms the fundamental nature of the absorption block technique. 

Unique features of the absorption block are that (a) the rektionship between 
moisture in the soil and block resistance is basically one of free eneigy and (6) 
the measurable range of sensitivity coincides with the critical vatialian of soil 

> Authorised by the director for publication as journal article No. 850 (N. S.) of the 
Michigan Agricultural Experiment Station. 

' Garstka, W. U. Unpublished data. Michigan Hydrologic Research Project, Soil 
Conservation Service, U. S. Department of Agriculture. 
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water. In other words, the range of the technique corresponds with the quantity 
of moistitte between the permanent wilting point and approximately the moistirre 
equivalent. In terms of the absorption block technique, this avaUdble water is 
the water held in the soil by forces of such low magnitude that the block resist- 
ance is less than the asymptotic value which the curve approaches with respect 
to the moisture index. An arbitrary average resistance of 76,000 ohms has 
proved practical as an indicator of ^e maximum forces against whichfplants 
can obtain moisture from the soil (table 1) . Further, more fundamental studies. 



Pezmanent Moisture 

idltlng oqulyalent 

Per cent iiater in the soil 

Fig. 1. Absobption Block Eesistancb as a Mbascrij of Soil AFoistubl 

may reveal that a resistance of a somewhat higher order, perhapsjin the vicioity 
of 1,000,000 ohms, is a better index. The steep gradient of that portion of the 
curve in question means that exceedingly small changes in the volume of total 
soil water give rise to relatively great resistance changes. These are of little 
practical rignificance, however, because of the small moisture volume changes. 
Moreover, it is a generally accepted concept that the wilting point (by virtue of 
its dejOboition) is a narrow range rather than a specific value (6, 11), and therefore 
an arbitrary resistance value becomes a practical necessity. 

On the other extreme, when the curve becomes asymptotic with respect to 
resistance, that is, when block resistances fall to a minimum constant level, the 
soil contains abundant moisture and is perhaps losing some water in response to 
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gravitational forces. Here again, experience has indicated that a convenient, 
although arbitrary, critical minimum value is about 600 ohms (table 2) . Rising 

TABLE 1 

PeTfnwi€nt wilting point of various soil samples as indicated by the electrical resistance of 
Standard plaster of paris absorption blocks 
All values in terms of oven-dry weights 


SOIL DCSCSZPTION 

PERMANENT WILTING BY 
DILATOUBTEE METHOD 
(3) 

WATER BSMAZNINO IN SOIL 
AT BLOCH RESISTANCE 

07 75,000 OHMS 


per cent 

per cent 

Hillsdale sandy loam, surface 

.4.7 

4.5 

Grundy silt loam, surface 

12.5 

13.0 

Clinton silt loam, surface 

6.5 

6.2 

Shelby silt loam, surface 

12.3 

12.5 

Davidson clay loam, surface 

14.4 

12.5 

Altamont adobe, surface 

14.7 

15.3 

Clyde loam, surface 

26.0 

26.0 

Sierra Nevada sandy loam 

6.7 

, 6.2 

Antioch clay loam, surface 

6.6 

6.6 

Palouse silt loam, surface 

11.7 

11.7 

Brookston silt loam, surface 

14.3 

13.6 

Vina loam, surface 

13.8 

13.6 

Putnum silt loam, surface 

10.8 

12.8 

Aitken clay loam, surface 

18.6 

18.7 

Hawaii clay, surface 

23.4 

23.5 

Purdue clay, surface 

15.3 

17.0 

Ontonagon clay, B horizon 

18.4 

16.0 

Hillsdale sandy loam, subsurface 

10.8 

10.4 

Miami silt loam, B horizon 

13.8 

15.2 


TABLE 2 

Moisture equivalent of various soil samples as indicated by the electrical resistance of standard 

plaster of paris absorption blocks 
All values in terms of oven-dry weights 


SOIL DRSCRXFTION 

MOISTURE EQXnVAUENT BY 
SUCTION METHOD (2) 

WATER REMAININO IN SOIL 

1 WHEN RESISTANCE 

BEGINS TO INCRBASE* 

JfLnAftvilJe silt surface 

per cent 

23.7 

percent 

24.0 

Shttlby Rilt loam., surface. . . - - r 

30.1 

32.0 

Coloma sand, surface 

9.6 

10.7 

Grundy silt loam, surface 

28.4 

28.7 

Miami silt loam, surface 

12.6 

13.8 

Hillsdale sandy loam, surface 

24.7 

25.5 

Rubicon sand, subsoil 

9.7 

10.9 

Ontonagon clay, B horizon 

38.5 

35.2 



* Generally in the vicinity of 460 to 650 ohms- 


resistance values indicate that the available soil moisture is decreasing and that 
the portion remaining in the soil is being held with correspondin^y greater forces. 
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Tables 1 and 2 reveal that an arbitrary resistance value of about 76,000 ohms 
characterizes the permanent wilting point of a fairly large member of widely 
different soil samples, whereas resistance values of 460 to 660 ohms characterize 
the moisture equivalents. This evidence suggests that, for practical purposes, 
these resistance values will characterize the respective extremes of moisture 
status for all soils (except where high salt concentration, and thus high osmotic 
potentials, are encountered) . The validity of these relationships is conhrmed by 
present information which seems to indicate that the soil moisture potential is 



Per cent availeble mter in the soil 


Fio. 2. Absobption Block Resistance as an Indicatob ok Available Soil 

Watbe 

The six determinatious in each group of coordinates are values obtained in samples of 
Brookston clay loam, Miami silt loam, Conover loam, Hillsdale sandy loam, Brady sandy 
loam, and Berrien loamy sand. 


about the same for all soils when they are at their permanent wilting percentage 
or at their moisture equivalent percentage (11). 

Kgure 2 illustrates the nature of the curve between these two extremes, the 
end points being established by tables 1 and 2. The horizontal scale represents 
the difference between the permanent wilting percentage and the moisture equiv- 
alent percentage; this is the range of so-called available water. Soil moisture 
has been mduced on an oven-dry basis to ‘‘per cent available water,” which is 
{dotted against block resistances. The midpoint of the horizontal scale repre- 
sents soil conditions when approximately 50 per cent available water is present; 
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these conditions, for practical purposes, correspond to block resistances of about 
2000 ohms- Other block resistance values may similarly be converted into cor- 
responding available water percentages. This feature of the absorption block 
technique is thought to possess great practical implications, since it eliminates 
the necessity for calibrating the instrument except for the most exacting applica- 
tions. 

A more accurate and more fundamental concept is that for any given resistance, 
diJBFerent soils hold water with approximately the same force, a statement which 
is comparatively exact when limited to the drying portion of the soil water fluctua- 
tion cycle. It is this part of the cycle that is of primary interest in forecasting 
the water requirements of crops. It is because of hysteresis exhibited between 
drying and wetting tension curves, because at any given moisture content differ- 
ent soils do not exhibit the same pressure deflciencies, and because of osmotic 
differences that an apparent variation is encountered in any attempt to correlate 
thermodynamic measurements with more or less empirical constants. Statist- 
cal significance cannot be expected to obtain, at least not to a high decree, be- 
tween such attributes. Nor is a high degree of significance necessary, because 
the moisture constants are of little value in acutal field management practices. 
Despite their inherent inadequacies, however, the constants are here employed to 
facilitate the presentation of this technique, because they are familiar terms, and 
because they have been widely, although often erroneously, used. 

From a practical viewpoint, then, the generalized curve can be advantageously 
used to predict the most economical time to supply water to growing plants. 
Experience in Michigan has indicated that this time is reached when the block 
resistance approaches or slightly exceeds 10,000 ohms. The minimum level of 
the curve is also of importance, since it indicates how much water can be economi- 
cally supplied without great drainage losses. Continued resistance readings of 
about 600 ohms mean that excess water is present. Additional supply may not 
only be costly but it may also decrease aeration. It is thus seen that for utili- 
tarian field uses, standard, uniform resistance blocks need not be calibrated, since 
the shape and critical portions of the block resistance soil moisture curve are 
already revealed. Supplementary soil temperatures may or may not be neoes- 
ary, depending on the particular problem at hand. As the relatively narrow 
range of soil temperature fluctuations during the Michigan growing season is 
not considered to result in appreciable error in field studies, block resistances are 
seldom corrected to a unifonn temperature. 

Detailed studies may be accomplished by calibrating block resistances against 
soil moisture, correcting all measurements to a standard temperature. Other 
investigators (7) have perfected a fairly rapid and satisfactory calibration tech- 
nique which enlarges the scope of this giethod, adapting it to many agricultural, 
industrial, and even fundamental research studies involving soil moisture forces, 
stresses, flows, and also volume and mass relationships. It is emphasized, how- 
ever, that calibration is not necessary to the use of the standard block resistance 
as an indicator of the force with which moisture is held by the soil, or as an in- 
dicator of approximate volume and mass relationships, that is, the^amount of 
available water present in the soil. 
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Enhancing the value of the plaster of pans block as a soil moisture indicator 
for use in large-scale installations are the following advantages: 

1. After the initial installation, which is relatively simple, the soil need not bo dis- 
turbed. 

2. Readings may be made by unskilled labor. 

3. Single readings require a minimum of time, generally not in excess of 1 minute; several 
hundred readings can be made by a single operator in the course of a working day. 

4. The blocks may be completely buried so that their presence does not interfere with 
surface tillage or plant growth or in any other way with crop production. 

6. The plaster of paris units are not costly; this, together with the ease of obtaining in- 
dividual measurements, makes feasible a large number of replications. 

Another advantage of this plaster of paris method is that it gives an indication 
of the time at which soil freezes, a factor that is sometimes of interest in hydro- 
logic iavestigations (13). Freezing within the soil mass is indicated by an abrupt 
rise in the resistance of the block, caused by a sharp decrease in conductivity of 
the block as the moisture within it changes from the liquid to the solid state. 
This transition point cannot be obtained by the use of thermometers, since 
temperatures considerably below the freezing point may not result in freezing 
within the soU. 


ABSORPTION BLOCK 

Because of the demonstrated usefulness of the method, eifforts have been made 
to improve its accuracy and its ease of manipulation in the field. An extensive 
search has been conducted to find absorbent materials with energy characteristics 
and physical properties superior to those of plaster of paris. A large number of 
substances, including fired clay, various cement and concrete mixtures, dental 
stones, and a specially designed asbestos board have been tested. Among the 
plastics investigated were nylon fabrics, glass cloth, and other fibrous materials. 
In addition, a specially designed bare electrode was examined. A comparison 
of the results of these electrode units will form the subject matter of a separate 
paper. 

Many varieties of material are marketed as plaster of paris. Differences in 
both the physical and chemical characteristics of these materials are caused by 
the varying quantities of hasteners or retarders which are added to control setting 
speeds and otherwise standardize a given product for commercial and technical 
uses. In general, these regulating agents have an unfavorable influence on the 
soil water-resistance relationships of the blocks; chemically pure materials ex- 
hibit a wider range of resistance change for a given change in soil moisture and 
therefore contribute to the sensitivity of the method. Pure gypsum* has proved 
extremely durable and the best material so far investigated. It sets in about 
30 minutes and exhibits a very porous, although relatively soft, structure. 

Two materials of a somewhat similar nature, marketed as Hydrostone and 
Hydrocal, have been used, becau'se of their extreme hardness, by several investi- 
tigators. It was thougjit that this hardness might indicate greater durability 


» Sold by the United States Gypsum Company as No. 1 White Molding Plaster of Paris. 
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and that blocks made of hard materials would last longer within the soil. Ex- 
perience ^rith these materials has shown, how'ever, that their extremely high 
density is complemented by a vciy low' porosity w^hieh reduces not only the rela- 
tive proporiion of w’atcr that can be absoibcd but also the speed with w'hich it 
moves within the block and betw'cen the block and the soil. The sensitive range 
ot these blocks is narrow^ possibly because of their narrow pore-size distribution 
characteristics. A third objection is the low solubility of these hard materials, 
w'hicli reduc(‘s the buffer capacity of the block with respect to salt concentration 
changes within the soil solution. 

Under Michigan climatic conditions, plaster of paris blocks have functioned 
satisfactorily in well-drained soil profiles for as long as 5 years. On the other 
extreme, waterlogged conditions encountered in low topographic positions reduce 
the useful life of the blocks to a single giwving season; this is particularly true in 
organic soils w^here the blocks dissolve rather rapidly. In intermediate drainage 
positions, the useful life of the block appears to be determined by the relative 
length of time it is exposed to saturated conditions. In general, the higher and 
driei’ the position of the block, the longer it wdll function. Freezing conditions 
do nol appeal* to deteriorate the blocks as rapidly as docs solution; blocks show^ 
considei-able physical disintegration, especiallj’' at the comers, after exposure to 
repealed freezing and thawing, but this superficial disintegration has little effect 
on the resistance characteristics of the block, until the volume betw’een the elec- 
trodes has been substantially reduced. 

Investigations concerning the design of the absorption block have led to the 
conclusion that the original specifications are indeed practical, although perhaps 
not so theoretically sound as, for example, a coaxial design. Studies of cylindri- 
cal blocks containing concentrically arranged electrodes show'ed that the effects 
of external electrical fields w'ere minimi 25ed. Difficulties w’ere encountered, how- 
ever, in casting such blocks w'ith a high degree of uniformity. The relative sim- 
plicity of the present mctangular pattern and the case and cheapness with which 
the blocks can be manufactured appear to offset any theoretical advantages of a 
a coaxial absorption unit. Large quantities of commercially manufactui*ed 
blocks made according to the original specifications (4) include an average of tw'o 
defective unit s in every hundred. A convenient test for uniformity is to measure 
the i*esistancc of saturated blocks w'hcn immersed in distilled w'ater. Resistances 
betw'een 450 and 4 10 ohms at 70°F. ai*e considered satisfactory. 

IMPROVED BRIDGE 

A major obstacle in the development of a practical procedm*e for use in the 
field was the lack of a sturdy, self-contained, and sufficiently sensitive resistance 
measuring device. Commercial resistance meters already on the market pos- 
sessed many disadvantages, chief among w'hich w^ere a limited range, delicate 
construction, bulkiness, and high cost. In order to overcome these obstacles 
and to benefit fi*om recent technological developments in the electrical engineer- 
ing field it w'as found necessary to design and construct a special resistance meas- 
uiing device, which has since been considerably improved as a result of wider use 
and continued experience with the resistance blocks. 
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As now manufactured^ this improved bridge combines rugged, compact con- 
struction with a high degree of sensitivity. It is a completely self-contained 
unit (figs. 3 and 4) which is designed to measure resistances in circuits containing 
appreciable capacitance, such as is encountered in installations where the blocks 
may be connected by up to 200 feet of commercial multiple-strand, rubber-coated 
copper wires. 



Fig. 3 Impboved Bridge tor Measuring Resistance or Plaster op Paris 

BIjOCKS 

Note that the unit is self-contained, that all ciicuits arc fully covered, and that the 
earphones are fitted with sponge rubber pads. 

Experience with many designs indicated that a wooden case contributes to the 
effective shielding of the instrument from ground currents, a factor in metal-cased 
instruments that invariably causes difficulties under certain combinations of 
circumstances frequently encountered in the field. Headphones are greatly pre- 
ferred to an ^^electric eye” indicator. The electric eye, although a satisfactory 

* The authors wish to acknowledge the services of J. P. Davenport, who assisted in de- 
signing the^esistance bridge and who is now producing such bridges commercially for the 
Wood and Motal Products Company, of Bloomfield Hills, Michigan 


MEASUREMENT OP SOIL MOISTURE 


463 


null indicator in the laboratoiy, is difficult to read under field light unless a shad- 
owbox or curtain is used. This increases the bulkiness of the instrument and 
adds to the difficulties of manipulation. Galvanometers, likewise, proved unsatis- 
factoiy for general field use, inexpensive commercial models being too delicate 
or else, on the other extreme, lacking in sensitivity. A relatively inexpensive 
headphone sot, however, has proved durable and efficient for general outdoor use. 
Making use of the sound characteristics of the necessary oscillating current, 
headphones have proved to be the most useful type of null iudicator. In con- 
junction with the present circuit design, a great contrast in tone volume, which 
rapidly fades to a minimum level within an extremely narrow range, contributes 
to the case of adjusting the instrument. For prolonged operation, sponge rubber 



Fig. 4. The Entire Resistance Bridge, Including Power Pack, Is 
CONTAINLD IN ThIS CaSE, WhICH Is HeRB CLOSED TO ShOW ItB 
CoMI»A('TNEBS 

With ball cries the unit woiglis about 20 pounds. 

cushions over the phones have been found to be helpful by reducing the inter- 
ference of extraneous sounds such as are produced by wind currents. They also 
distribute the mechanical pressure over the entire ear cartillage, which adds to 
the comfort of the operator. 

A generalized diagram (fig. 6) of the improved bridge illustrates that the cir- 
circuits are based on the Wheatstone principle. To avoid the influence of vari- 
ous capacitance factors present in field circuits, a large condenser has been in- 
cluded which contributes greatly in obtaining a good null balance within the 
bridge. The instrument is powered by dry-cell batteries feeding through a 
2000-cycle electronic oscillator. An extremely wide range of sensitivity is 
obtained by inserting two series of standardized resistances in opposite arms of 
the bridge; the proper combination is selected by means of multiplier switches, 
and the final null-point is obtained by adjusting a logarithmic potentiometric 
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rheostat fitted with a 6-inch graduated dial. The bridge is thus balanced, or 
tuned to the null point, by manipulating five dials in a matter of seconds. Null 
adjustments are reduced to the width of not more than two turns of the rheostat 
coil, which permits finer tuning than can be conveniently interpolated from the 
graduations. 

Compared with general purpose conductivity bridges which arc standard items 
of equipment in most research laboratories, this special bridge has several ad- 
vantages: it is self-contained and portable; the power unit is nigged enough to 
withstand shocks encountered in field work; and a sharp null-point is obtainable 
as a result of including the variable condenser in one of the bridge aims. Com- 
pared with the special bridge originally designed for this work, the newer modi- 



fication has a much wider range: 5,000,000 ohms as against 100,000 ohms for 
the old model. The oscillator has also been improved, the new model having 
a much higher power output at a frequency of 2000 cycles. The high power out- 
put produces a loud signal that facilitates adjustment because of its gi’cat con- 
trast ^vith the null balance, which is, under most conditions, marked by total 
silence. 

An ohm-meter modification of this circuit has been successfully used for 
several seasons to control irrigation on experimental fields. When the absorp- 
tion block leads are plugged into this moisture meter, movement of a needle 
across the dial indicates the extent to which soil moisture has been depleted. 

SUMMARY 

The electrical resistance technique of obtaining a continuous measure of soil 
moisture in situ under field conditions by means of a plaster of paris absorption 
block is discussed in the light of additional knowledge and experiencee gained 
since the inception of the method in 1940. 
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Fundamental considerations of the characteristics of this technique reveal 
that for most practical purposes standard absorption blocks need not be cali- 
brated. Besistance readings may be directly interpreted in terms of (waUable 
soil water; in all soils the percentage of available water is approximately the 
same for any given resistance value. 

The maxi m u m longevity of absorption blocks operating continuously in the 
field may exceed 6 years in a relatively dry environment. A miniTYinTYi life of 
one season is found in waterlogged organic soils. 

The special resistance bridge has been improved, and a new commerical model 
is presented and described. 

The advantages of the method are summarized. 
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The lime-potash problem is iuLcreasiiig in economic importance in the south- 
eastern United States as the native soil K is depleted by intensive cropping and 
as increased amounts of lime are used. In 1938, the farmers of Alabama applied 
directly to the land only 8,500 tons of limestone as such (this does not include 
liming material added in mixed fertilizers), as contrasted to 270,300 tons in 1944. 
In spite of this increase, the present consumption of liming materials in the state 
is relatively sipall compared with that of most of the states east of the Mississippi 
River. Even further increases are indicated as farming practices are changed to 
include more improved pastures and winter legumes. 

Rogers (14) found unmistakable evidence that the use of lime increased the K 
requirements of certain crops on some of the more extensive soils of Alabama. 

The literature reveals many conflicting opinions as to what will be the ultimate 
effect of liming on the availability of soil K. For example, Jenny and Shade (7) 
reported that the addition of CaCOs liberated large amounts of K on every soil 
studied, whereas Dean (3), working with Iowa soils, reported that lime did not 
liberate soil K, Dean said further that Ca may be so active in depressing the 
solubility of K that in time the soil may become deficient in available K. Peech 
and Bradfield (10), working with Miami colloidal clay, found no evidence of K 
fixation regardless of the degree of Ca saturation, whereas Volk (17) and Harris 
(4) have shown that additions of lime increased the fixation of K. 

Extensive reviews dealing with the influence of Ca on soil K and on the ab- 
sorption of K by plants have been prepared by Peech and Bradfield (11) and by 
Pierre and Bower (12). Pierre and Bower, summarizing numerous investiga- 
tions, concluded that ‘‘potassium absorption by plants is usually decreased by 
the presence of high concentrations of cations in solution. Under certain con- 
ditions, however, it may be increased.” 

The investigation reported herein was xmdertaken to determine through labora- 
tory and greenhouse studies of representative soils of Alabama the effects of 
lime on the solubility of native soil K, on the fixation of applied K, and on the 
absorption or utilization of K by plants. 

MATBBIALS ANU M3STHODS 

Description of soils 

Six soils (table 1), representing the major soil areas in Alabama were used in 
the liberation and fixation studies conducted in the laboratory. These soils 

^ Contribution from the department of agronomy and soils, Alabama Agricultural Ex- 
periment Station, Auburn, Alabama. Published with the approval of the director. 

* Graduate assistant and associate soil chemist, respectively. 
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represent the Appalachian Plateau, Coastal Plain, Highland Rim, Piedmont 
Plateau, and Black Belt regions of the state. The Various soils present a wide 
range in exchange capacity, exchangeable bases, and total K content. 

General analytical methods 

Exchangeable K in soils was determined by the method of Volk (18) using 
sodium cobaltinitrite. Filtering crucibles with fritted glass discs of fine porosity 
were used in lieu of the asbestos-padded Gooch crucible. Exchangeable Ca was 
extracted from the soils by leaching with neutral normal ammonium acetate and 
was precipitated as the oxalate and titrated with EMn04. Exchange capacity 
was determined by leaching with ammonium acetate and distilling off the ad- 
sorbed ammonia into standard acid. The total E of the soils was extracted by 
digestion with hydrofluoric acid. After removal of the siEca, the residue was 
taken up in dilute HCl, filtered, and made up to volume. An aliquot was taken 
to dryness and the residue dissolved in distilled water. This solution was then 

TABLE 1 


Some charaeterieHea of the six Alahama soils •used in ihe potassium liberation and fixation 

studies 


SOIL 

EXCHA170E 

CAPAidlY 

pH 

EXCHANOEABLE 

Ca 

BXCBAKOS- 

ableK 

TOTAL K 


m.e./I00 gm. 


lbs* 



Hartsells &Jie sandy loam 

3.1 

6.1 

630 

67 

3,600 

Norfolk sandy loam 

2.9 

6.7 

800 

71 

1,600 

Dickson silt loam 

4,0 

6.6 

1,110 

114 

2,400 

Cecil sandy clay loam 

4.8 

6.7 

1,040 

146 

11,800 

Davidson clay loam 

6,1 

6.1 

2,640 

198 

16,100 

Sumter clay 

22.5 

7.9 

Calcareous 

160 

8,300 


* CaCOa per acre, 
t K2O per acre. 


made distinctly alkaline with NaOH and again evaporated to dryness. Finally 
the residue was taken up in dilute acetic acid and K determined by the sodium 
cobaltinitrite procedure described by Volk (18). The HF extraction procedure 
for determining total K in these soils of low K content was used because of the 
contamination frequently encoimtered from the CaCOs which is required in the 
J. Lawrence Smith fusion method. The pH of the soils was measured by the use 
of the glass electrode. Plant samples were digested with a mixture of perchloric, 
nitric, and sulfuric acids (15), and the K was determined by precipitation with 
sodium cobaltinitrite. 

EFFECT OF DIME ON RELEASE OF NONEXCEANGEABLE POTASSIUM 

To study the effect of lime on the solubility of soil E the following procedure 
was used: Thirty grams of soil was dispersed with 400 ml. of 0.01 N acetic acid 
and leachsd on a BUchner funnel to remove all exchangeable bases and to saturate 
the soil complex with H. It was found in preliminary tests that 0.01 N acetic 








INFLUENCE OF LIME ON POTASSIUM 


469 


acid would remove approximately the same amount of K from several of the soils 
used in this study as was removed by normal aTTimnninm acetate. The pH of 
0.01 N acetic acid was approximately 3.5; it was concluded that any destruction 
of soil colloids by this mild treatment would be negli^pble. 

After being leached with acetic acid, the sdls were washed with distilled water 
and alcohol, dried, and put in glass tumblers. Ca(OH)g was added in amounts 
calculated to produce 75 and 150 per cent Ca saturations of the exchange com- 
plex. The soils were kept at constant moisture (approximately 30 per cent) n-i>d 
room temperature for 80 days. They were then extracted with dilute acetic 
acid and saturated with H as before, the leachate being analyzed for K. The 
soils were again washed, dried, and set up with applications of Ca(OH)*. They 
were again incubated at constant moisture (70 d&ys) ,snd p.Trehftng fta.MA K w»s 
determined. The only divergence from this procedure was with Sumter clay, a 
calcareous s(^, which received no applications of Ca(OH) 2 . 

In this study it was found that, without exception, the addition of Ca(OH)t to 
five acid soils increased the release of nonrepla^ble K to an exchangeabte form 
(table 2). Soils that were 75 per cent Ca-saturated released, on the average, 27 
per cent more K than did soils that were H-saturated. The 150 per cent Ca- 
saturated smls released 50 per cent more E than did the unlimed s(^. The 
magnitude of E release was small in some cases, but it must be remembered that 
several of the soils used in the study were coarse-textured, hi^y weathered, and 
relatively low in E-bearing minerals (table 1). The rate of release of E in the 
Sumter, a calcareous clay, was comparable to that of the fine-textured Davidson, 
which received a hi^ application of Ca. 

Early investigators were primarily concerned witii the influence of lime on the 
water-soluble portion of soil E. More recent investigators (2, 6, 8) have ad- 
vanced proof or have accepted the belief that exchangeable E is also a plant- 
available form. Soil chemists now generally agree that E is present in the soil 
in the following equilibria : nonexchangeable E (primary and secondary minerals) 
exchangeable E water-soluble E. These reactions are displaced to the 
ri^t by the normal weathering processes, leaching, and absorption of E by 
plants. The importance of this displacement in supplying growing plants with 
E was emphasized by Hoagland and Martin (5), who found that a major portion 
of the E absorbed by a crop may be derived from nonexchangeable forms during 
the growing season. lAmh (9) also suggested that the rate of solubility of soil E 
is a better index of availability than is the amount soluble at any given time. 
Moreover, it is now apparent that plants are able to obtain more E during the 
growing season than is present at any one time in the exchangeable form in most 
highly weathered soils. Obviously, any factor that affects the conversion of soil 
E to an available form is extremely important in plant nutrition. 

The results of this liberation study indicate that the addition of lime to a soil 
would favor the release of nonexchangeable E to replaceable forms. At the same 
tirriA it would Speed up the depletion of the soil’s supply of readily soluble E 
thr n ngh plant, removal, erosion, and leaching processes. In a 4-year study of 
nutrient losses by erosion, Rogers (13) found that the soil’s supply of exchange- 
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able K was depleted by sheet erosion at a much greater rate than the more 
difficultly soluble fraction. In view of these facts, it would appear that the ulti- 
mate effect of liming on the K status of soils with low K reserves might be much 
less beneficial than is suggested by any immediate but relatively temporary effect 
on the release of nonexchangeable K. 

POTASSIUM “fixation*’® STUDY 

For a conparison of the relative K-fixing powers of different soils, it was con- 
sidered desirable to start with the same degree of Ca and K saturation on all the 
soils used in this study. To accomplish this, the soils were leached with 0.01 N 
acetic acid until free of all except a trace of Ca. After they were washed free of 
excess acid and dried, 100-gm. samples of soil were putin glass tumblers. Ca(OH )2 
was added in amoimts calculated to produce 75 and 150 per cent Ca saturation 
of the exchange capacity. KCl was then added in solution in amounts equivalent 
to 60 and 300 pounds of K 2 O per acre. Control samples without Ca and without 
K were included. The soils were kept at approximately 30 per cent moisture 
and room temperature for 80 days. After drying, 30-gm. samples were analyzed 
for exchangeable K. 

Effect of lime on fixation of applied potassium 

To make an exact study of the effect of lime on the fixation of applied K in 
different soils, it would be desirable to remove the original exchangeable K present 
in the soil and to prevent any release of nonexchangeable K during the period of 
study. Since the latter cannot be accomplished, it is possible in such a study 
only to measure the effect of lime on the released as well as on the applied K. 
Furthermore, since lime does exert a considerable influence on the release of non- 
exchangeable K, the results of any investigation designed to show the effect of 
lime on the fixation of applied K represent the over-all effect of lime on applied 
and native soil K. 

Without the information obtained in the K liberation study (tabic 2), the 
results of the fixation study (table 3) would be most confusing and misleading. 
One ndght easily conclude that lime had no consistent effect on the fixation of 
added K. That, however, is not considered to be the case. With the Ilartsells, 
Norfolk, and Dickson soils, where relatively small amounts of K were released 
from nonexchangeable forms as a result of liming, there was evidence of a definite 
increase in fixation as a result of adding Ca. With the Cevil and Davidson soils, 
however, it was found that the magnitude of K released as a result of lime appli- 
cations was greater than, or equal to, any effect of the Ca on the fixation of added 
K. This resulted m an apparent negative fixation or no apparent significant 
effects of lime on fixation in these soils. There is no reason to that the 

Cecil and Davidson did not fix K in somewhat the same manner as did the other 
soils; however, any apparent effect of Ca on the fixation of applied K was over- 
diadowed by the increased release of K from a nonexchangeable form. It is 

•“Fixation’' is considered to mean the conversion of exchangeable or water-soluble K 
to a nonexchangeable form. 
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believed that this two-way effect of lime explains the fact that some of the soils 
failed to show any apparent increase in K fixation with application of lime. It 
was possible to measure only the net effect of the two reactions operating in 
opposite directions. 


TABLE 2 

P otassium released from nonexchangeahleform by six Alabama soilsy and percentage of increase 
in release due to lime applications 


BOIL 

Ca SATUaATION 

XlO KCUUlSZD P2S ACSS 

mCSEASS D1TC 
TO T.Tlflft 

1st 80 days 

2ud 70 days 

Total ISO 
days 


percent 

lbs. 

lbs. 

lbs. 

per cent 

Hartsells fine sandy loam 

0 

26 

7 

33 



75 

31 

11 

42 

2ir 


150 

35 

16 

51 

55 

Norfolk sandy loam 

0 

24 

8 

32 



75 

29 

11 

40 

25 


150 

33 

15 

48 

50 

Dickson silt loam 

0 

35 

10 

45 



75 

34 

16 

50 

11 


150 

36 

21 

57 

27 

Cecil sandy clay loam 

0 

32 

14 

46 



75 

51 

18 

69 

50 


150 

55 

23 

78 

70 

Davidson clay loam 

0 

68 

20 

88 



75 

77 

29 

106 

26 


160 

85 

45 

130 

48 

Sumter clay 

Calcareous 

104 

27 

131 



Effect of rate of applied potassium and exchange capacity of soil on fixation 

Many investigations have shown that almost all soils will fix some applied K, 
provided a sufficient concentration is added. Eesults of this study (table 4) 
support the findings of Seatz and Winters (16) that the higher the application of 
K, the greater is the percentage fixation. There was no apparent relation be- 
tween exchange capacity and the amount of K fixed by H-saturated soils. The 
Hartsells, having one of the lowest exchange capacities of any of the soils studied, 
fixed a higher percentage of applied K than did any of the other acid soils. 

The calcareous Sumter clay was foiftid to fix a higher percentage of applied K 
than any of the acid sods. Almost one-half of an application of 300 pounds of 
K 2 O per acre was fixed by this soil. 

INFLUENCE OF LIMB ON UPTAKE OP POTASSIUM BT PLANTS 

In the study of potassium absorption, alfalfa, sericea, and Sudan grass were 
grown on Hartsells fine sandy loam in the greenhouse. The soil was originally 
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at a pH of 4.8, and contamed exchaisigeable K and Ca equivalent to 150 pounds 
of K2O and 960 pounds of CaCOs per acre, respectively. Nitrogen and phospho- 

TABLE 3 


hifliience oj lime on fixation oj applied potassium 


SOIL 

Ca SATTOATION 

X APPLIED 

£XCHANCEABX£ 
X APTEK 80 
DAYS 

INCREASE OX DE- 
CKEA8E IN EX- 
GHANGEABUS X 
DUB TO LUCE 

1 


Per cent 

lbs* 

lbs* 

lbs* 

Hartsells fine sandy loam 

0 

60 

70 



75 

60 

67 

-3 


150 

60 

65 

-5 


0 

300 

244 



75 

300 

234 

-10 


150 

, 300 

220 

-15 

Norfolk sandy loam 

0 

60 

93 



75 

60 

1 78 

-15 


150 

60 

! 72 

-21 


0 

300 

1 280 



75 

300 

268 

-12 


150 

300 

243 

-37 

Dickson silt loam 

0 

60 

112 



75 

60 

104 

-8 


150 

60 

97 

-15 


0 

300 

300 



75 

300 

297 

-3 


150 

300 

289 

-11 

CJecil sandy clay loam 

0 

60 

104 



75 

60 

115 

+11 


150 

60 

103 

-1 


0 

300 

289 



75 

300 

200 

+1 


150 

300 

292 

+3 

Davidson clay loam 


60 

186 1 



75 

CO 

170 

-7 


150 

60 

210 

+33 




367 



75 


365 

-2 


150 

300 

414 

+47 

1 

Sumter clay 

Calcareous 

0 

60 

300 

83 

105 

206 



* K 2 O per acre. 


rus were applied in the form of NH4H2PO4 at the rate of approximately 20 pounds 
of N and 100 pounds of P2O6 per acre. Ten pounds of borax per acre was applied 




TABLE 4 

Potassi um-fixing capacity of soils as related to exchange capacity and rate of applied potassium 



NORFOLK 
S.VNDY LOAM 

HARTSELLS 
FINE SANDY 
LOAM 

DICKSON 
SILT LO.\M 

CECIL S.\NDY 
CLAY 

D.VVIDSON 
CLAY LO.m 

SUMTER 

CLAY 

Exchange capacity, m.e./lOO 



2.9 

3.1 

4.0 

4.8 

6.1 

22.5 

Percentage of applied and liberated K fixed 

in 80 days* 


60 lb. /acre K 2 O applied . . , 

7.0 

27.8 

7.4 

11.9 

1.0 

26.5 

300 Ib./acre K^O applied 

17.6 

27.6 

16.9 

19.1 

14.3 j 

46.2 


* All soils were saturated with H in a study to determine their relative K-fixing power. 
Percentage fixation was calculated as follows: (exchangeable K from control sample with 
no K added) plus (applied K) minus (exchangeable K from soil receiving K application) ; 
this difference was divided by the amounts of exchangeable K from control sample plus 
applied K. 


TABLE 5 

Effect of lime on yields^ and amount of potassium removed from Hartsells fine sandy loam by 

three different crops* 


Applications and results on a per-acre basis 


CROP 

CaCOs 

APPLIED 

KaO 

APPLIED 

YIELDS, 

DRY 

WEIGHT 

KaO 

REMOVED 

pH or SOIL 

.VFTER 

SECOND 

CROP 

EXCHANGE- 
ABLE KaO 
PER ACRE 
AFTER 
SECOND 
CROP 



lbs. 

lbs. 

lbs. 


lbs. 

Scricea (1st cutting) 

2000 

0 

2240 

23 




6000 

0 

740 

9 




2000 

50 

2860 

33 




6000 

50 

1260 

18 



Sericea (2nd cutting) 

2000 

0 

1391 


6.3 

66 


6000 

0 

266 


7.0 

77 


2000 

50 

2085 


6.3 

139 


6000 

50 

1220 


7.0 

145 

Alfalfa 

2000 

0 

1060 

22 




6000 

0 

940 

16 




2000 

50 

1380 

30 




6000 

50 

1260 

28 



Sudan grass (1st cutting) 

2000 

0 

2760 

34 




6000 

0 


36 




2000 

50 


61 




6000 

50 


66 



Sudan grass (2nd cutting) 

2000 

0 

3370 

15 




6000 

0 

2940 

14 




2000 

50 

3400 

29 




6000 

50 

3270 

29 




^ Two unlimed scries (with and without K) were planted to each crop, but all crops were 
complete failures without lime on this soil, the original pH of which w’as 4.8. 
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to the ahalfa. Lime was added in the form of marble dust (a high-Ca stone) 1 
week before planting. KCl was used as the source of K. 

When mature enough for hay, the plants were cut and dried, and the K content 
was detei’mined. Exchangeable K in the soils growing sericea was determined 
afc the time of the second cutting. 

Evidence of the variable effect of lime on K absoiption and yields of different 
types of crops is piesented in table 5. Probably because of nutrient deficiencies 
associated with the low" pH (4.8) of the untreated soil used in this study, all of the 
crops died shortly after germination on the soils that received no lime (fig. 1). 
In view of this, the comparisons that follow are between 1- and 3-ton rates of 
ground limestone on the individual crops and between the three different plants, 
alfalfa, sericea, and Sudan grass. 



Fio. 1, Second-Growth Sericea on IIartsblls Fine Sandy Loam Without 

Added K2O 

CaCOs applications per acre: 1 « 0; 2 =* 2,000 lbs ; 3 * 6,000 lbs. 


The 3-ton application of lime had only a slight depressive effect on the 3 dclds 
of alfalfa, but it reduced the yield of the second cutting of sericea to near failure. 
These results seem logical in vie^v of the findings reported by Bower and Pien*e 
(1) to the effect that such plants as alfalfa, which require a large amount of C^a 
are able to withstand high Ca: K ratios in the soil. It appears tbit the reduef ion 
in 3 deld of sericea by the 3-ton rate of lime was caused, in part at least, by an 
unfavorable Ca:K relationship, since the decrease in yield with the addition of 
lime W'as overcome somewhat by the application of K (fig. 2). The second 
growih of sericea nearly died out without K applications where 3 tons of lime 
w^ere added but made fair growth with the same rate of lime plus K 2 O. It is 
interesting to note that the soils receiving the high rate of lime and growing 
K-deficient plants contained slightly more exchangeable K than did the soil in 
the pots that received less Ca. This is further evidence that the high Ca level in 
the soil either prevented absorption of K or produced an unfavorable balance in 
the plant. 
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The first cutting of Sudan grass showed a definite increase in yields as a result 
of lime. Yields of the second growth, however, were reduced by the high rate of 
lime. It appears that Sudan grass, requiring relatively small amounts of K for 
normal growth, responded to Ca applications until the exchangeable K became 
somewhat depleted. Then the addition of high rates of lime resulted in Ca*.K 
ratios that were too high for normal growth. 



Fig. 2. Value op Potash in Cokkbcting Ovekliming Injury to Second-Growth 
Sericba on Hartsblls Pine Sandy Loam 

Applications per acre: 2 = 0 lbs. K 2 O, 2,000 lbs. CaCOs; 3 = 0 lbs. K 2 O, 6,000 lbs. 
CaCOa; 5 = 50 lbs. KjO, 2,000 lbs. CaCOi; 6 = 60 lbs. KaO, 6,000 lbs. CaCOa 


OVIQR-ALL INFLUENCE OP ADDITIONS OP LIME ON POT^iSSIUM AVAILABILITY 

Recent reviews of the literature dealing with the lime-potash problem (11, 12) 
have pointed out some of the apparently contradictory results and conclusions 
that have been reported. Unquestionably, the varied conditions and techniques 
used in different investigations have tended to cloud the issue. Furthermore, 
any given set of data may simply add to the confusion unless properly inter- 
preted. With the results of the present study in mind, it is understandable how 
it would be difficult to predict what results a K-liberation study with soils of 
vaiying degrees of initial K saturation might yield if the exchangeable K were 
not removed from the soil at the beginning of the experiment. Further study is 
needed to determine whether liming favors the release of nonexchangeable K 
from a wide variety of soils when subjected to a uniform treatment, including 
similar initial K saturation. The concentration of K in the soil solution im- 
questionably would affect the release of nonexchangeable K to more soluble 
forms. This fact alone may explain the failure of various investigations to show 
the same effect of b*me on the liberation of soil K from different soils. 

It is understandable also how this two-way action of lime — ^favoring the release 
of soil K but increasing fixation of added K — ^might produce variable net results 
in fixation studies mth different soils. The fixing power of the soil, as well as 
the amount and solubility of nonexchangeable K, would affect the net results 
obtained by the customaiy procedure for determining fixation. 
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There appears to be a threefold influence of Ca in (a) increasing the release of 
nonexchangeable K, (h) causing greater fixation of applied K, and (c) repressing 
the absorption or efficient utilization of K by plants. Differences in the K needs 
and Ca:K tolerances of plants, as well as the different K-liberating and K-fixing 
capacities of soils, present too many variable factors to permit generalizations. 

SUMMARY AND CONCLUSIONS 

Laboratory and gi’eenhouse experiments were conducted with six Alabama 
soils to determine the influence of lime on the release of nonexchangeable soil K, 
on the fixation of applied K, and on the absorption and utilization of K by plants. 
The results of these tests may be summarized as follows: 

The addition of Ca resulted in an increased release of noncxchangeable K on every soil 
studied. The release of K due to lime was relatively small on some of the coarser-textured 
soils, which were low in total K content. 

Lime increased the j&xation of applied K on the coarse-textured Hartsells, Norfolk, and 
Dickson soils. The Cecil and Davidson soils, which were found to liberate relatively large 
amounts of nonexchangcable K, appeared to fix no K as a result of lime. It was point cd out 
that this apparent difference in the effect of lime on fixation in the different soils was due to 
the magnitude of K released from nonexchangeable forms during incubation by the two 
groups of soils, the released K masking any effect of lime on fixation in the Cecil and David- 
son soils. 

Sudan grass and alfalfa appeared to be more tolerant of wide Ca :K ratios than did sericea. 
In the case of sericea, there appeared to be a definite influence of Ca in repressing the utiliza- 
tion of K, since the soils on which the K-deficient plants were grown contained at least as 
much exchangeable K as the corresponding soils that received a lower rate of lime. 

It would be extremely difficult to generalize as to the overall influence of lime on the 
available supply of K in the soil. The addition of lime to a soil could result in an increase 
or a decrease in available K, depending on the ability of the soil to fix applied K and on the 
kind, amount, and solubility of K-bearing minerals in the soil. The not result of liming 
must also take into account the varying abilities of different plants to tolerate wide Ca:K 
ratios. 
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THE IMPORTANCE OF SODIUM FOR PLANT NUTRITION: IV. 
INFLUENCE OF NITRATE FERTILIZERS ON THE 
EQUILIBRIUM OF CATIONS IN FODDER BEET 
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Because of the relation of sodium to other plant nutritive elements and the 
somewhat indefinite reactions of the plant, special care must be exercised in 
describing the function of sodium in the plant. Earlier papers in this series (7, 8) 
pointed out the diflSculty of judging the sodium effect when considered as an 
individual problem and the necessity for studying it, instead, in the broader light 
of the equilibrium of cations. Pot trials, designed to investigate how potasrium, 
sodium, and calcium mutually infiuence growth, indicated that in beets the 
sodium effect should be interpreted as a primary fimction rather than as a second- 
ary one. Although a specific effect of sodium on the plant cannot be demon- 
strated, since lack of sodium does not produce characteristic deficiency symptoms, 
this element appears to be essential for proper plant development. 

Practical field trials, carried out in Holland in 1937 and 1938 (5, 14), lent sup- 
port to the theory that sodium is of special value to the beet. Unfortunately, 
those who dealt with the results of these trials overlooked some obvious conclu- 
sions. Van Itallie, for example, analyzed the plant material only for potassium 
and sodium, and consequently he could not verify the calcium effect, which 
would have been desirable for the comparison between sodium nitrate and cal- 
cium nitrate. In the further treatment of the trial results, De Willigen suggested 
that, in practice, K and Na may be considered to have the same effect on beets. 
As a matter of fact, it would have been difficult for either author to make a dbarp 
distinction between the actions of K and Na, because in all the trials potash salt 
(40 per cent K 2 O) containing, theoretically, up to 36 per cent NaCl was used. 

On humus sandy soil in 10 fields, beets almost invariably showed a strong 
reaction both to K and Na applications. On clayey and sandy clay soils, the 
reactions were not so marked because of the buffer effect, but this alone brou^t 
a noteworthy fact to light. Of the 19 trials on clayey soil, in which a comparison 
was made between nitrate of lime or ‘Tmlkammonsalpeter*’ and Chilean nitrate 
of soda, with increasing quantities of 40 per cent potash salt, 13 showed no reac- 
tion, or only a sli^t reaction to K, In these ^ame experiments, the number of 
weak or questionable reactions to sodium, measured by the difference in effect 
between nitrate of bmp, and Chilean nitrate of soda in lie low-K plots, was only 
5. This does not justify the imqualified conclusion that the effect of Na is 
greater than that of K in most instances, because the balance of ions also depends 
largely on the Ca ion. 

The problem may be illustrated by a yield curve of one of the field trials, typi^ 
cal of the nonnal trend of the yields on sandy soil (fig. 1). The yields f]Qom the 
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use of Chilean nitrate of soda and nitrate of lime are shown here against the num- 
ber of kilogram-equivalents K + Na, applied in the form of nitrate of soda or 40 
per cent potash salt. The low K levels are at the left. It is obvious that K 
shortage cannot be met solely by Na. On the other hand, as the K increases, the 
nitrate of lime curve reaches an almost stable level before the point of maximum 
yield is attained. The latter point is reached only in the presence of adequate 
sodium (Chilean nitrate of soda curve), indicating that the sodium cannot be 
replaced by K. The action of K, Na, and Ca cannot be distinguished further in 
this graph. For this, another method is required. 


Yield 



Fig. 1. Trends of Beet Yields with Chilban Nitrate and Nitrate op Lime, 
WITH Increasing Quantities op 40 Per Cent Potash Salt 

BXPEBIMENTAL 

To provide a more adequate experimental basis for the investigation, a few 
new field trials were carried out in 1940 and 1942. In these, the K additions 
were made in the form of potassium chloride to eliminate the complications of 
sodium chloride. A comparison was made between Chilean nitrate of soda and 
nitrate of lime, each with increasing applications of K. In addition, a series of 
plots was included with nitrate of lime plus a quantity of NaCl corresponding to 
that contained in the Chilean nitrate of soda dressing. The applications per 
hectare were as follows: 

In 19JiO — 800 kgm. Chilean rdtrate of sodaj 800 kgm. nitrate of lime; and 800 kgm. nitrate 
of lime plus 630 kgm. NaCl (P added in the form of superphosphate) ; K additions of 0, 125, 
260, 375, and 626 kgm. KCl. 

In 1949 — 1000 kgm. Chilean nitrate of soda; 1000 kgm. nitrate of lime; and 1000 kgm. ni- 
trate of lime plus 660 kgm. NaCl (P added in the form of basic slag) ; K additions of 0, 160, 
375, 626, and 1000 kgm. KCl, 

L 

Table 1 shows the soil analyses of the fields, all on sandy soil. The Results are 
presented according to the method previously adopted (8), in which the dry- 
matter yields of the plants are shown in triangular graphs against their compo- 
sition,^ expressed in ion contents, shown as percentages of the total number of 
milliequivalents of the three cations absorbed per 100 gm. dry matter. 

' For full details see (9). 
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Although objections may be raised to this method,* the following advantages 
are, in our opinion, more important; 

The composition of the plant may be taken as the resultant of the actions of the ions ad- 
sorbed in the complex and of the fertilizers; otherwise, these must be accounted for sepa- 
rately. 

Physiologically, the growth of the plant may be explained as a function of its composi- 
tion. 

Irregularities in the fields, insofar as they affect the plan of the experiment, are corrected 
automatically in the composition of the plant. 

As the maximum yield differed in the four fields (depending on other growth 
factors), a “top yield” was adopted for each field. This could be deduced from 
the points l 3 dng in the area of the highest yields. All yields are expressed as per- 
centages of these “top yields.” The various figures Aow, at a glance, the rela- 


TABLE 1 

Soil ancdyaes of four ezperimmtal fieldt on humie sandy soils 


LOCATION, SATB 

£ 

Ka 

WATEB- 

SOLUBLE 

PHOSPHATE 

PHOSPHATE 
SOLUBLE IN 
CITRIC ACID 

ORGANIC 
KAITBR, LOSS 
ON lONITION 

I® 

PRACnON 

SNAT.TER 

xhan2m 




p.pM. 


per ceiU 


per eemt 

Vinkel, 1940 


0.12 

2 

49 

1.7 

6.9 

3.2 

Schayk, 1940 


0.08 i 

5 

45 

4.1 

6.8 

3.4 

Vinkel, 1942 

0.27 

0.12 

2.6 

43 

5.2 

6.3 

1.6 

Halle, 1942 

0.41 

0.38 

2 

43 

4.4 

6.3 

2.4 


* Per 100 gm. soil. 


lion between yield and composition. The divMon of the yiel<^ in areas is such 
that the border lines indicate yields of 50, 70, 80, and 90 per cent for the folh^ 
and 25, 50, 75, and 95 per cent for the beet. The different position of the cation 
equilibrium for foliage (fig. 2) and for the beet (fig. 3) must be attributed, in the 
main, to a M^r Ca content in the foliage and to a hi^r K content in the beet. 
Otherwise, it is striking to see the wide limits within which the composition of the 
beet plant can move. This is even more apparent in %ore 4, showing the average 
composition of tbe beet plant against the total yield (beet and foliage). It is 
evident, however, that tl^ accommodating nature of the plant in;respect to the 
mineral cemposition does not leave its phymology untouched and that an optimal 
development is closely related to a correct position of the cation equilibrium. 

From a physiological point of view, these figures demonstrate that the effect 
of the univalent ions (E and Na) on the plant cannot be contidered as an inde- 
pendent process in which only the quantities count — an idea which is fundamental 
for all “reaction or yield curves.” The bivalent ions also must be considered, 
and then the Ca ion may eaaly have a depresave influence on beets. The wei^t 
of this inflnftnna is determined by the ratio in which bivalent and univalent ions 
are present. 


’ See ‘ DiseoBsion.” 
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Fig. 2. Ratios op K, Na, and Ca in the Fouagb op Fodder Beets in 
Relation to Yield 

Yields are expressed as percentages of “top yield,' ^ adopted for each field 
Fig. 3. Ratios op K, Na, and Ca in the Beet Root in Relation to Yield 
Yields are expressed as percentages of “top yield,” adopted for each field 


O BEET PLANT 




Fig. 4. Average Composition op the Beet Plant in Relation to Total 

Yield 

Tidds are expressed as percentages of “top yield,” adopted for each field 
Fig. 6. Schematic Relation Between Average Composition and Total Yield 

op Fodder Beet Plants 

,, without K additions on two trial fields which were poor in sodium. 

* Fertilizing lines,” connecting these points with the point of origin of the K angle show the 
approximate trend of the composition with increasing KCl additions. Nitrate of lime tends 
to give low or moderate yields, even with heavy applications of KCl. The Chilean nitrate 
hne cuts the area of very high yields. Addition of NaCl to nitrate of lime gives an inter- 
mediate position. The encircled dots indicate the composition of plants grown on the plots 
without K additions at Vinkel and at Sehayk in 1940. 


^ With re^xd to the mutual replacement of K and Na, we also reach a somewhat 
different ^pnclusion from that of earlier investigators. Potassium and sodium 
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cannot be considered as equivalent nutritive components over the whole range 
of ratios. It is common experience that an acute potassium shortage cannot be 
overcome exclusively by abundant sodium. At most, sodium can lessen the 
deficiency symptoms in such an event. 

Not so obvious is the conclusion to be drawn especially from figure 5, that 
when an extremely low sodium level prevailsy the yields, likewise, remain bdow the 
maximum, even when attempts are made to overcome an eventual ‘^shortage of uni-- 
valent ions^^ by liberal applications of potassium. According to the current con- 
cept, sodium is a substitute for potassium, though not entirely equivalent to 
potassium; in fact, some authors refer to applications of sodium as a ^ ^camouflage 
of K deficiency.” In contrast, we hold the view, based on the foregoing results, 
that a more nearly independent role must be attributed to sodium in the beet 
plant. This implies that sodium, like potassium and calcium, is essential for 

TABLE 2 


Amounts of primary and secondary cations, supplied by fertilizers, in comparison with those 
present in exchangeable form in the soil 
Amounts of cations in kilo-equivalents per hectare 


LOCATION DATE 

BXCHANGEABIE K AND Na IN SOZL 

VEKTIIXZSK AODIXXONS 

X 

Na 

X (maxiimim) 

Na or Ca 

Vinkel, 1940 

3 

3.6 

8.4 

9.6 

Schayk, 1940 

5.1 

2.6 

8.4 

9.6 

Vinkel, 1942 

8.1 

3.6 

13.4 

12 

HaUe, 1942 

12.3 

11.4 

13.4 

12 


proper development of the beet plant. In this connection it should be noted that 
the need for calcium by the beet is not evident in our figures. 

From a practical point of view, several other conclusions can be drawn from the 
triangular figures. Hudig and Lehr (4) have pointed out that the buffer capacity 
of ‘soil is overestimated as a rule and that normal fertilizing adds so many “second- 
ary ions” that the result is a considerable movement of the cation equilibrium in 
the soU. The four fields in our experiments originally contained 3 to 12.3 kilo- 
equivalents Kand 3.5to 11.4kilo-equivalents Na per hectare ; the fertilizers added 
contained 8.4 to 13.4 kilo-equivalents K and 9.5 to 12 kilo-equivalents Na or Ca 
(table 2). 

The iiifluence of the secondary ions may be deduced from figure 5, in which the 
limits shown in figure 4 have been completed according to the most probable 
trend. Moreover, this figure indicates the composition of the plants grown on the 
plots without K additions at Vinkel in 1940 and at Schayk in 1940. The lines 
connecting these points with the K comer point show approximately how the 
composition of the beet changes with ascending KCl applications. It appears 
that on these buffer-poor soils, nitrate of lime produces a “fertilizing line” entirely 
different from that of Chilean nitrate of soda. For nitrate of Bme, the line crosses 
the area of moderate yields and continues across the areas of low and very low 
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yields. Excessive KCl applications do not increase the chances of good yields. 
(Compare also figure 1.) The line for nitrate of soda immediately enters an area 
of better yields and the KCl line moves largely in the area of the highest yields. 
Apart from the fact that an appreciable saving can bo made by adding potassium 
with nitrate of soda, the latter nitrogen fertilizer, in general, provides better 
chances of high yields. This applies also to less extreme cases and to more 
strongly buffered soils (5, 14). 

The NaCl effects a considerable improvement over nitrate of lime alone, yet 
the yield appears not to equal that obtained with nitrate of soda. This can be 
explained on the grotmds that the Ca ions of the nitrate of lime also affect the 
composition of the plants. With the smaller additions of KCl, especially where 
NaCl was included, the beet yield fell below that obtained with nitrate of soda. 
Morever, from the practical standpoint, the high salt concentration made germi- 
nation difficxilt, and an imeven stand resulted 

DISCUSSION 

Many investigations indicate that nitrate of soda usually is superior to calcium 
nitrate as a fertilizer for beets (3, 6, 10, 11, 13, 14) , a result that must be attributed 
solely to the difference in effect between the Na and the Ca ion. The diflBiculty 
in appraising this fact lies, not so much with the demonstration of the agricultural 
effect, which is unquestionable, but rather with the exact interpretation of its 
physiological importance. Several decades ago, Stoklasa (12) pointed out the 
importance of sodium to the sugar beet; in fact, he considered sodium one of the 
indispensable niUriiwe elements. The nature of his experiments, however, was 
not such as to assure the indisputability of his conclusions. 

We have endeavored to solve the problem by providing an experimental basis 
in w^hich the effects of the various factors were differentiated as sharply as possible 
and by adopting a working method which would demonstrate the effects of the 
factors individually as well as in their mutual relationships. Thus, considerable 
ligjht can be thrown on the subject, if too great importance is not attributed to 
the triangular graphs. The object of such graphs is not to give a fixed geometric 
picture of the yield laws. Our aim is to give only an idea of the interaction of the 
various closely related nutritive components. 

Although Mitscherlich curves are based primarily on the effect of absolute 
quantities of one nutritive element, other factors remaining constant, the accent 
in the triangular graphs is on the ratios of the various nutritive elements. These 
must be deemed at least as important as their absolute quantities. That it i^ 
almost impossible to modify one factor, while keeping aU the other factors con- 
stant, follows from the fact that a nitrogen fertilizer also carries “secondary ions,’^ 
which may influence the whole cation equilibrium. This equilibrium, which in 
the Mitscherlich concept represents part of the “fertility level,” appears from 
figure 5 to be definitely unstable. 

Meanwhile we realize that, even though the ratios are as favorable as possible, 
the absolute quantities play a role. In our view, the primary object of fertilizing 
must be to obtain correct ratios, thus making use of the natural fertility of the 
soil, so as to benefit best by the circulating nutritive matter and the fertilizers. 
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Accordingly, the situation of the adsorbed ions at the adsorptive complex (part 
of the fertility level) must determine the minimum fertilizer requirements to 
obtain the correct equilibrium. On the Dutch sandy soils, which are naturally 
low in mineral nutrients for plants, fertilizers in excess of this mi niTnuTn are often 
applied to increase production, ^though in this instance these increased quan- 
tities result in heavier yields, one must not lose sight of the fact that, as a conse- 
quence, the natural balance of the soil may be subject to far-reaching changes, 
such as those experienced in our trials. As to the connection between ratios and 
absolute quantities, too few facts are as yet available to warrant detailed discus- 
sion of the matter.® 

Obviously, a triangular graph allows comparison of only three components, 
for which we selected the three most important cations. Magnesium, which 
requires further consideration, appears, at first glance, to have little influence on 
the results. When the relative contents of Ca + Mg are substituted for Ca alone 
in figures 2 and 3, there is a general upward displacement of the points with no 
change in their relative position or in the shape of the yield areas. Other factors, 
such as the N and P supplies, may have some influence on the shape and position 
of the yield areas. 

The foregoing field experiments constitute, in a sense, a completion and con- 
trol of the dusarite pot trials previously described (8). The pot trials included 
only a limited nTimber of K additions; the field trials included much higher K 
additions, as a result of which a larger part of the K — ^Na — Ca triangle is filled. 
On the whole the results are in agreement, although there are points of difference. 
For the foliage, the hipest yields in the pot trials were found to lie considerably 
closer to the Na angle of the triangle than in our field trials. This difference is 
probably due to the difference in nitrogen supply, which is usually larger in pot 
trials than in field trials. Increased nitrate absorption is coupled with increased 
cation absorption. The foliage from the pot trials (7, 8) was often found to 
contain more than double the quantity of cations determined in field trials. In 
the beet there were no systematic irregularities in this respect. Not only may 
plant variety differences play a part, but in the field the foliage is subject to leach- 
ing, as a result of which univalent ions (E, Na, Cl), in particular, may be lost. 
Such leaching does not occur, of course, in pot trials in greenhouses. 

Finally, mention should be made of the rather arbitrary choice of the final 
composition of the beet, that is, the composition at the time of harvest. In our 
opinion, the composition is both cay>se and effect — cause, because it determines 
the physiology and growth of the plant. It would be more rational, therefore, 
to diR tingiiiah growth periods, in which the growth is related to the composition 
at the beginning of the respective period, according to the plan advanced by 
Boonstra (1, 2). This method, of course, is too laborious for complicated fertili- 
zer experiments. In our opinion, it would be preferable to draw a number of 
plant samples in the period of Tuaximum growth (at about the be ginn i n g of 
August), the mineral composition of which could be used as a standard in addition 
to, or instead of, the final composition of the beet, 

y 

* The intervening war prevented the continuation of our investigation! in this direction. 
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SUMMABT AND CONCLUSIONS 

Field trials in 1940 and 1942 gave further evidence that potassium and sodium 
can only partly assume one another's functions in the beet plant. Sodium seems 
to be essential for maximum production, and the effect of very heavy additions 
of KCl is, therefore, limited on Na-poor soils. The experiments confirm the 
theory that calcium often has a bearing on yield. In practice, nitrate of soda 
may, therefore, be preferred to nitrate of lime. 

Plotting the yield and the composition of the beet against each other in tri- 
angular graphs provided an over-all picture of the eflfect of the cation equilibrium. 
On the basis of these figures, the importance of the ratios of the nutritive ions, as 
reflected in yield curves, has been discussed in comparison with the effect of the 
absolute quantities. 

The different influences of the nitrate fertilizers on the cation equilibrium were 
also demonstrated in a triangular graph. This showed that NaCl added to 
nitrate of lime produced results superior to those of nitrate of lime alone but 
inferior to those of Chilean nitrate of soda* 
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shall, 299; Merrimac, 72; Miami, 32, 
457; Montalto, 330; Muscatine, 299; 
Norfolk, 46, 468; Olympic, 307; 

Ontonagon, 467; Palouse, 457; Papa- 
kating, 72; Penn, 72; Plainfield, 32; 
Portsmouth, 380; Powell, 307; Purdue, 
457; Putnum, 467; Rubicon, 457; Sable, 
380, 403; Sassafras, 72, 141, 380, 392, 
403, 404; Shelby, 467; Sierra Nevada, 
457; Sumter, 468; Vina, 467; Washing- 
ton, 72; Whippany, 72; Wooster, 380, 
403 
Solodi — 
analysis, 185 

soils of Minnesota, 183-194 
Specific surface, relation to anion-exchange 
capacity, 383 

Streamlines, see Water table 
Surface method of determining liming 
materials, 285-289 
Symbiotic — 
relations of species, 121 
studies with isolates of Astragalus, 119- 
128 

variability of isolates, 125 
Thermal analysis, differential, Hawaiian 
soils, 95-105 

Thermometer, electrical resistance type for 
soils, 291-298 
Tobacco — 

effect of magnesium, 59 
magnesium requirements, 65 
Tomato, composition, grown in ion-exchange 
culture, 176 

Vegetation of Central India, 425 
Water table — 

equipotentials and streamlines in drained 
land, 361-376 

height, relation to time, 366 
rising, 366 ^ 

succession of falling, 365 





